"APPROVED FOR RELEASE: 06/15/2000 CIA-RDP86-00513R001343520019-3

e AT, RO S S T SR T P

4 3 3 .
The aoiltion of  =Haloren Ethers zand Suladiene, and ALyl Isomerization of the
desultant Alditional Uorpounds," worlt cormpiled with L A.Arbuzov, wnd presented ab ihe
- 2 . -~ N ] . e e " Tagae z
June session of the Dept of Chen Sci, AS USSR, 20-27 Jume 19L4.
es il A3 UIER /9, 19Lb
!

APPROVED FOR RELEASE: 06/15/2000 CIA-RDP86-00513R001343520019-3"



"APPROVED FOR RELEASE: 06/15/2000

] IE-M tveass

[V )

——

e e - —— B - b
([ EE N EENENNNNNNNNN N 2 ) 000000000
P S TR T S T T R TR P SN S I PR PO PO ¢ R T ND MDA XN DU MDD NYU MO
B..C et fF L rm i A _L.» M P C K 3T W LT L AL POCC OO EE e b ¢ ¢ ¢ b 3 b 4 & e
- SToBsr aNp CRpten ST ARD 0 Te eemy
'e c‘;" FACIEAIES And FECPERT (Y mbt
} 77 Allylic rearr ts. I I ization of ‘some  cven after oM hrs. 11 is only 11.3°0] ] i
s g y 11.3° G isomerized, while [1s
mct!goxychlorppentcnninlhe presence of metal chlorides.  113.15, isomerized. The results a:r given graphically.
A“ .\ Pudovik and B A. Arbuzoy.  [ovest. 'Abad. Nauk  SnC1 (109) caused a somewhat less extensive isomeriza -
SSSR, Otdel Khim., Nauk 1948, 427-37 (in Russian};  tion, but the reaction could not be followed accurately hes
of. C..1.42,4073b. - The adiin. of CICH,OMe tobutadiene  cause of tar formation. Use of 1075 AICL, gave a greates
wasimproved over the procedure given by Straussand Thiel  heat evolution on mixing than w.es ohserved with the other
(C 43, 350, Butadiene (230 g.) cooled to —15° was catalysts, but its isomerization cfliciency is pour: alter
treated with 3i g, CICH{).\le, followed by 3-5g. powd. 24 hrs. ILis isomerized N and T437%; 167 AICL is much
Znll, the flask closed with a stopper provided with an  less effective.  If the addn. of butadiene to CICH OMe
vutlet tube and pinch-clamp, and the mixt. carefully  is conducted using 10 AICH catalyst, the reaction mitt,
mived by shaking and allowad to stand in an ice-bath 5-6 gives a J8'5 total yield, composed of 237 Ml and 777, 1.
hrs., then 15 X hrs. at room temp. When the pressure  The problem of the pussibility of printary adis. being at the
drops the reaction is complete; the residual butadiene is 1.2-pasitions only canuot be solvel from the ivailable
removed and the residue, dild. with EL0, is washed with  ata; there is an indication that the L, 2-ulbdn. is favored
HO and disud. to give 135 g. 1-methoxy-3vhlora-4-pem-  The metal chloride-catalyzed isomerization probably pro-
feme, by 38 07,000 00000, wi2 14308, 103 . Tomethoey-5-  coeds similarly to the Friedel-Crafts reaction, involving
chlos T-pentene, b S8, (3% 10NN, w2 14580, and  formation of mesomeric ious of the methoxypentene and
75 e, hich-lanhing prowlucts.  The addin. docs 1ot go with- ZnCli-type ions, the isomerizition being based on the
out the catalyst, even alter 1yr. standing. Neither the 3 common resonant jon.  The lack of attainment of equil.
1), noe the 5-Clisomer (1) showsisomerizationonstand-  when low pereentages of the catalysts were used is
ing 1 yr. at room temp. in sealed tubes, When land I expluined by secondary reactions which give products
were heated to 100° in sealed tubes, I isomerized to the  jucapable of isomerization. 1. Action of sodiamr, seetate
extent of 16 in 27 hrs., while Il guve but 37 isomeriza-  on isomeric methoxychloropentenes and hydrolysis of
) tion, as detd. by n. If the temp. was raised to 140° the  the resulting acetates. [hid. 511-N.—~The mg{i‘;ﬂ of
,  reaction was speeded up, but incipient decompn. limited  N.OAc with isomeric methoxychloropentenes is best in-
. the duration lo_.l.')uhn., at which point I was 85.9% i80-  terpreted on the customary basis of allylic reactions, with
i1 merized and 7.8%. The isomerization was also studied  the secondary chiloride reacting by the 3¢ reaction mecha-
1%/ in the presencr of catalysts: 1% and 10% ZnCly, and 10%  nism, while the primary chlofide reacts by both S and to
i 8nCl. ZnClL {107 enabled "Txl'- tobereachedin 24hrs.;  some extent by S§ mechanisms. L-Methoxy-5-chluro -3 -
3, the mixt. then contained 80% 11 (equil. reached from both  jicntene (50 £-). Thg. AcOH, and 25 g. dry NaOAc heatel
il' . aides): when 1 ZuCly is used the reaction is slower and_ 2 hes at 120-30° gave 2.4 K. Lmethogy-4-penten-3-of are
G Atm.3La SETALLURGICAL LITERATURE CLASLFICATION C2o o
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tate (1), by 63-5°, w% 1.4284, d2* 0.9560, and 25.7 . I-
methoty-3-penten<5-ol acetate (I}, by 82-5°, % 1.4360),
43° 0.9789.  1-Methoxy-3-chloro-4-pentene (30 g.), 23 g.
AcOH, and 25 g, AcONa heated 2 hrs. at 120-30° gave
1n.7g. Tand 16g.11. IN(10g.),10g.AcOH,and 10 g. NaO-
Ac heated 2 hrs. at 120-5° uced no change; the same
result was obtained with [. Iand U were likewise unaflected
by bailing with Ac;0 3 hrs.  Hydralys's of I by hot ale.
KOH gave only I-methoxy-3-pemton-3-0l, by 87°, n'®
1.44%5, d1° 0.9523; similar hy Irolvsic of [ gave J-meth-

ovy-4-penten-3-ol, by 60-1°, a3 1.4373, (37 0.9310. Hy-
drolysis of the chlorides by alkali also goes without isomeri-
zation. G. M. Kosolapoff
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"Allylic Rearrangements. Part 2. The Action of Sodium Acetate of the Isomeric
" Iz. Ak. Nauk

Methoxychlorpentenes and the Hydrolysis of the Resulting Acetates,
SSSR, Otdel Khim. Nauk, No. 5, 19u6.

On the Isoverization of Some Methoxychloropentenss
Iz. Ak. Nauk SSSR, Otdel Khim. Nauk, No. kL, 1946.

"Allylic Rearrangements. Part I.
in the Presence of Metal Chlorides,"
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Allylic Rearrangement. Part IIL The Action of Alco-
holic Solutiens of Alkali and of Sodium Dithionite on
the lomeric Methoxychloropentenes. (In Russian.) A.
N. Pudovik and B. A. Arbuzov, Bulletin of Academy
of Sciciices of the U.SS.R.. Section of Chemical
Seiences, July-Aug. 1947, p. 377-388.

Experimental results sre given for a number of

c;uen and discussed in terms of reaction mecha-

nisms,
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VA1 anD pab GADCRL . poamoaln ceat SO
rioCrH) 40 PROPLNULY S 1 1o 8.8 5. KO in 30 cc. KIOH and boiled ]
i N - K- 103.58g. n .
rearrangements. IV. Actien of the sedium Ko ire gave the frec acid, m. 86-T° (from benzese), purifed
oo + ’* and &du erivatives of malonic acid eater sad of . tm“:lk 0{ salt (by boiling with concd. CaCl saln.} -
Y X A mmndcdv-ﬁvodmml‘“““m and acidification with HCI. Na (5.14 g.) in 50 g. abs.
¢l (il mehonyehloropentenss. A, N. Pudovik and B. A EOH treated with 20 g. AcCH,COEL, followed by 30 5-
LA 4 P11 Arbuzov. Bull. ucad. sci. Y RS.SClasse sci. chim. 1, boiled 3 hrs., freed of EtOH by distn., dild. with HO,
1047, BO1-8(in Russian); «f. C.A.. 42, ~—Na (4.3 . and extd. with K0, gave on distn. of the ext. 30 g
g.) in 190 cc. abs. EtOH treated with 30 g. CHy(COuBt)s, Bt 1-methoxy-3-octen-T-one-G-carboxylate, by 151-0°, Al ’Y
followed by 25 §. MeOCH,CH,CH: CHCH,C1 (1), the 1.4507, d1* 1.0047, and 3.5 ¢. EJ 3-acetyi-1,11-dimelhoxy-
bt heated on & steam bath 3 brs., then the EtOH 3.3-bendacadiens 6 carborylole, by 173°, a¥ 14654, di*
distdd.. the residue dild. with HO and extd. with Et,0, 10077. The former ester (9 g) was added to 2.4 g. .
and the ext, distd., gave 2.5 £: l--l:) I--ndhaaz;‘l-hxaf- KOH in 47 £. H,0, stirred 2 brs. at room temp., extd. n
6.6-dicarbuxylate (I1), ba 133°, w¥ 1.4450, 1.0213. Nk EnO, and the aq. layer was treated with 8 g. 50%  |§
Na (2.6 g.) i 70 cc. abs. EIOH treated with 18 g. CHy- HsSO,; warming 10-15 min. ont & water bath and extn. with |3
(CO4E)s, followed by 15 8- MeQCH.Cl'l.CHCI H:CH, Et;O gave 5.2 g. I-methoxy-J-octen-T-one, by 102°, |
o (), and worked up ss above, yicided 5.8 g. unrescted . ) 4434, d1° 0.0149; addn. of the ester (15g.) 02358 |3
sl {5 5.7%. unreacted CHy(CO:EU);, and 2. 1. Mgshav. cooled KOH in 15 g. 1:0 and 20 & EtOH, followed by |2
oo )i g (5g) 328 CH,(CO:Et)s, snd 40 cc. abs. EtOH  beqting 3 brs. on & steam bath, gave 1.5 g. of the above |2
i heated to boiling were treated with several drops CCL. ketone (from the Et;O ext.) and 8.4 5. 1-methoxy-3-hesene- |2
{i:  the formation of the Mg deriv. to with 6-carbexylic acid, bis 138°, s} 1.4535, d3* 1.0174 (from the - |,
tig occasional cooling, then the mixt. hested 3 hrs. with acidified aq. layer). The latter acid with sq. KMnOuin |2
A stirring until the Mg dissolved, t:ut:d dropwise with 28 the cold (1 br.) gave meth ic acid, by 108-9°, -
il} g1, and beated 4 brs. at 110:20%; of cooling, the mixt. w1 14177, Na (7 g.) in 100 cc. abs. EtOH was treated
{|;  was treated with 1,0 and HCl and the org. layer sepd. with 38 g AcCH:CO:EL, followed by 39 g. HI; after
{1  sod combined Dk ihe Et:O ext. of the sq. layer: distn..  pegting 3 hrs. on a steam bath, followed by the usual
il gave 12g. I (b1 130-2.5%) and 14 g. di-Bl 1,11-dimathoxy- working up of the org. components, no individual product
x| 3.8-hendecadiene-6,6-dicarborylale V), bry 186-8°, s was isolated and the over-all mixt. obtaioed bu 55-b
i8 1.4500, d2° 1.0250. A similar reaction Ung 51{1’ Mg,.  200°. Thus, | gave the normally expected reaction
%ﬁ 325. c“'(cofit)ffl 401 & lg'}-l 7&%*!-!'3“’]?7‘; nl:;‘f peodicts, whereas 1T apparcutly reacted in the form of -
o 4.7 g. unresct . 8. y w147 5. I, . . )
H 33 & IV (b 208-10°, =5 1.4385, ai* 1.0250). TV-(11 the resouating fon (McOCH.CH,CHCH:CH; =t MeO-
131 33 IV (b BT BB UL S e i < ;
13l aymesnn ALTALLURGICAL LITERATLRE CLASMICATION CH,CH.CH:CHCH,) to give “anomalous’ products. —
AICN1 SINVERTLVA - e Cen e mmem s e j—
7 $4n0E2 *J $S81Qa0 “iv any Cal Fyive sl n
e T s § 5 3 LA 1: N 4
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USHR/Chemistry - Allyl Groups o
Chemistry - :?cu . Sep/0ot 1’.‘7

"Allyl Regroupings,” A. K. Pudovik, B. A. Arbuzov, i
Kazan' State U, 8 pp l

"Izv Akad Nauk SSSR, Otd Khim Nauk" No 5

Describes action of sodium and magnesiunm malonic
esters an isomeric methoxychloropentanes, and shows
that reaction of esters with a secondary chloride
gives same products as with a primary chloride.

£ ‘ 571
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sinular cleavuge occurs

« with rupture of the -~ S0 baoud §
us well as with AcCL

% with sik. solns. or with halogens, 233°; similarly,

o0 *|

Bt,O was mized wit

1
. N 1 .9' pou ¥
.r:‘ .v3383333889335g_~__‘_§ h A S S AR X oy
. T T cas Tormed from the free tadical MeSo, produced in the > -5 Ay
LA 4 Organopbos, i iy‘ntﬁtm —r—; initial reaction with the sodium phosphite. The (EtO)e- ~ 77T ‘"o e
@00 ! compounds R aPOR". "N. Pudo- ~ PONas from 4.2 5. (Et0),POH in abs. ECOH was treated rmee—y V@@
vk (Chem. Inst. Acad. S 3~ with 10 g. Et,Sol (uo Nal pptn. vas observed), the EtOH -
L IUSS RO 17, 2158 0(HH was distd. und was replaced by Mebh, the nuxt: boiled, o o0
@@ | was us to prep. compuds. of , by and the soln. decanted from the white slid ppt. and dutd. / S Y
é &1 thelnteractionof KaSnX with P(OR ). The compds. sufler | to give a coloriess uct, by 81-4°, sl L4842, 42 D
® “1 pupid hydrobysis on beating o standing with 5205 HCl, énﬂg:z;‘&ﬁ (;) pears h:o gt l%éﬂO'E!l.wﬁaung P::- P
1 B . PheSn, m.
a) in

when (K10} PONa {from 0.20 1. Na
h 4.3 g. PhuSalir in bensenc, heated 2

CIA-RDP86-00513R001343520019-3

of unidentitied product, bs 142-57, which
¥ reduces Fehling soln. (Et0)sPONa, from 4 §. {E10),POH,
in 30 ml. Et,O was treated with 8 g. MesSal, botled I br.,
the heavy white ppt. scpd., and the EtyO cvapd., to give
a yellow oil, which on atanding 24 hrs. degosilal 088 g. .
(Me;Sn01) 1. MaxSn ], decomp. 145-55°, which apparently -

R}/ s4n0x3 °3 TRICE) Wiy Owy 3
g i ]
D 1 WAY 0 i *
[ 4
®

{ & and a mnall amt.
com

with

-4 HBr gives R:SnBry;

briefly to reactions
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® E When 16 g. MeSal and 7 x. (McO)P were heated to 100° C
@@ !} u vigorous ceaction took place snd Mel distd. from the h., freed of KO, and hrated 4 hrs. na a steam bath, the
1% mixt.; the collected distillate wus o ried and the dista, _ Aitered soln, on concn, had u) odoe of (BLO),P; wida. of -o0
0@ & was repeated at a max. temp. of 110°; 6.2 g. Mcl was KO D'Y,‘d- 3.7 g. PheSu, m. 222°.  Heating Phyi'bl with -

217 collected (7.7 §- theoretical) ; the residue, remaining in the (EtO)P guve ouly the dispropottionation product, PALS, HEY)

31 . crystd. on stunding and represented a 9555 yield of - 224°.  Heating 8.5 g. ELPLBe and 4.5 g. (EtO)P 6 8=
L] MepSnPOOMeN, m. W0° (from EtOH), sob. in EO, ? brs. at 100° gave some (E1O),F and u white amorphous § __..
CIich, MeCO, EtOH, and H:O. This, on heating 3 salid, insol. in org. solvents. A similac prodduct is ob- NG 1]
g| hrs. with coned. HCl 10 100°, gave MoSaCls, m. 1W07°%; tained on heating a PhMe soln. of EtPblr. apparently a HEPYS

o ading at room temp. in 5% HCI gave MaSaCl, m. 42°, propostionation product of EtPbBr. Thus, the org.- |-
bre 46-7°; boiling 3 hrs. with distd. },0 did not cb -Pb were ble of the normal Arbuzov reac- o0
the product, however; treatment with Cl in CHCL soln. 9% 1. Synthesis of compounds of the type R.Sa(PO,:- ‘lcge

“for 24 hrs. also gave Me:SaCl, as did similar treatment 1. B. A. Arburov and N. P. Grechkin. [¥id. 2168- il
o b AcCT: boiling with 105 ag. KOH gave Me:SaOH, w. T7“The Arbusov reaction with RiSuX gave the ex- si‘e®
118°. Heating 23 g Et:Snl and 12 g. (EtO)P 15 min. § pected phosphono-tin compds. of type ReSn(PO:Rt}s, g ®

to 150° gave 9 g. crude EnSxPO(OEN, which an distu. * Solids or semisolids, which in most casxes be crystd. B
gave 3 g. pure product, viscous tiquid, bis 210-20°, nt’ from org. solvents. They were sol. in bot BuOH and ‘ee
1.4858; this heated with 205 HCI 10 brs. at 160-70° in a CHCl, almost insol. in other solvents, and their crystn. i@

D sesled tube gave Et:SaCh, m. 84.5-85°, while treatment led to severe losses. The high m.p. and poor soly. of the

with AcCland 2 days’ standing gave Et,;SaCl, bu o8-100°, < products is explained by their apparent dimeric structure, 0

as shown by Rast mol. wt. detns. of the Et and the Pr
pds. The P—Sa bond is readily
dil. HCI even at room temp., giving

Br in CHCL solu. give

lster. However, the scaction
)oP gave, on beating to 85-90°,

TR

cleaved on treatment

i R:SaCl, while

10%; NaOH gives RySnO, while Clor ~ 7
RySaXs. The study was ex! »

of RSaX, and 30X, which will be

joa of MeSals with

followed by cosling,

o0
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~Ful 19k7 |

"Synthesis of the Zeters of Tin Trialkyl-ﬂxosphona,':_
B. A. Arbuzov, Corr Mem, Acad Sci; A. N. Pudovik, Chem |
inet, Kazan Br, Acad Sci USSR, 2 pp F

"Dok Akad Nauk SSSR, Nova Ser” Vol LVII, Fo 2

Reaction for formation of esters of alkylphosphonic

&cids in metallo-organic unions, containing halolds
Presents some basio faots concerning chemical reac- s
tions. Desoribes tests which produced subject esters |
88 a result of tin trialkyl-haloid and trialkylphos-" "
phite relationehip. Bubtmitted, 1k May 1947,
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Allylic rearrangements. V. Action of phenyimagne-
sium bromide oa isomeric mcthuzthlomcntenn. A
N. Pudovik and B. A. Arbuzov. ull. acad. sci. U.R.-
S5 Classe sci. chim. 1948, 246-9; of. C.A. 42, 18875.—
To the PhMgBr from 6 5. Mg and 35 g. PhBr in ether was
added with cooling 30 5. MeOCH,CH,CH: CHCH,CL;
After heating 1 hr., the mass was treated with ice and HCL
to give 7.7 8. 1-methoxy-3-phenyl—4-pentene (D), b w87,
al? 15032, d3° 0.9300, and 17 g 1-methoxy~3-phenyi1-
peniene (11), bes 103—4°, % 1.5125, d* 0.0467. A simi-~
Liv reaction with MeOC {,CH,CHCICH:CH, gave 8.8 x.
1and 15.5 g. I§.  Oxidation of 1 by KMnO, gave BzOH
and a-phenyl-y-methoxybutyric acid, b 175-8°. Oxida-
tion of 11 gave BzOM, PhCH,COsH, und B-methoxypro-
pramsc aerd, by 108-12°% wl 1.4190. The results indicate
that the reaction proceeds by jonic mechanisin through

.

the intermediate iom, [MeOCH,CH,CI:CHCHy 5,
. TN

MeOCH,CH,CHCH: CH:|Cl™. G. M. Kosvlapoff
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Altylic rearcangements Vi

of metals ~ AN Pudovik.
codod. Ahwi
.0 42, ik
chilugo- §-pentene (1) and
temme (D) in the prosence of ZaUCh and other halide wlts

was studied. At eqinl. the mint. wonsists of 2h-6% 1 and
74-570 1. It was shonn that McOCH,C adds to biviny!
at the 1 4-positions m 2325
not omicubly but molocutardy or by an ono mol. mechan-
jsm. The results of somenzation studics are xiver
graphivally T by 30 ELRPI U Wk TS J L I XU ULV )
by A8 0%, w40 1 Ad0, 43" Lievm The typical isnnerizs
trons rosults were: 1 owith 03¢5 ZnCly at 5 3,
o Hm oS he, 400300 in b hr . 48.8% in @ hrs,, 60,29

S hes , and T3S w SO hes with 175 ZuCl, 54.5, 63.1,
P' 4.4, -, uwnlder the same conditions, 1 with 1€ ZnCl:
at 85° gave 0.3 Din W08 hro A 170 1 with 0.47°%
ZaCly gave 3.47 11 in 012 days, 6.2 in 1 day. 10.0 in
.3 days, 7.5 in 33 davs, 55.6 in 72 days, 71 5 in 120 days:
with 0.6 ZaCle the values were: 8.2, 17.6, 20.5, 51
501, and T1.5%. resp.; with 19: ZnCly, 23, i
@, -, TRAG L resp o T with t ZnCl gave 92100 1
o0 12y, 8T mXdays, T30 in 10 days. Simi-
tar results wese abtanet with nonequil. mists. At 1V the
fromenzation 15 veer show and onty with 1, Zullgdoes
approach 0.2 11 (Jrom 1) in 100 days  Using 0000
aal of 4 walt per 1 mol 1 ar 177, the tollowing result.
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Catalytic isometization ‘were obtained: Zalirs, 31.4% 11 i 0,13 day, 4
in 6 days, 80.29, in 20 davs, 46.9"

1, 51770 in 1 day, (5.4 in O days, 7O
% in 485 davs; Felly, 17655 in 10 duvs, .
FeCly i), 3005 in tdays, B0 w0 s,
Lays; HgCly, i 05 in 12 dav, #8270 in
day, 9.1 in 0 days, M3 i 45 days, Culle,, o

T in D days, A1 w45 by, .,

of méthoxychlornpentenes in the presence of halogen salts day, 57.3%
Povest, Abad. Nauk N.S.5.R., days; Znl
1048, 21 v, of 1 oand Arhuzov. days, 7.1
e junnviseation of boamethory - in 35 days.
I-methoy - 5ochloroedepen - A1L8% in 48 d

in ¢ days, 14,
3.4 in 10 days, 14.7%% in M davs, LETTL in 45 davs
=, vields: the uddu. proceeds Slow distn. ofal
gave a distillate coatg. sS4 1L
biviny! was done at equimoleproportions ia 2 closcd veswl;
the amt. of II in the distillates was desd. by refractive in-
dex; 0.5% ZnClyin 2 days at 0* gave d7.0° . I owith
J0' & isomenzation of I being currected for, this gives
addn. at the 1, d-positions:;
I (23.2€% true); at —10° 0,247, ZnCly gave
23,300 11 (23.3%), while 0570 ZuClygave 31855 (24,591,
FeCly (amt. unstated), in 10 days at 177
(2041 ,, while HgCly guve BT Il | P WIS

275 true “¢
gave 43.2¢
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¢ soln. of ZaClyin 11 at 160 ° bath tewmp.
Addn. of McOCH,Cl to

JUHY g mgmm

1. Lall

- e

gave 0470
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PUDOVIK, A. . -
USSR/Chemistry - Allyl Compounds Mer/Apr 1948

Chemistry - Magnesium Compounds
“Allyl Reerrangement,” A. N. Pudovik, B. A. Arbuzov, Kezan State Univ., 4 pp.
"Jzvest Aked Nauk SSSR, Otd. Khim. Nauk" No. 2
Discusses action of magnesium bromobenzene on isomeric methoxi-chloropentene.
A gimilar mixture l-metoxi-5-phenolpentene-3 and l-metoxi-?)-phenolpentene-h was
obtained from both metoxichloropentene. Results show x "ion" neture of reaction.

Submitted 3 Jun 1946
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PUDOVIK, A. N. PA 7/49?9

USSR/Chemistry - Iscmérisaticn, of  May/Jun b8 -
- Metoxychlorpsntane ' o
Chonistry - Catalyais

"Regrouping of Allyl Ccnpounde," A, N. Padorvik
Kazan State U hnni Ul'ya.nov (Lenin) , 8 pp

"Iz Ak Nauk SSSR, Otdel Khim Nauk" No 3

Pudovik has studied catalytic isamerization of

isomeric metoxychlorpentanss in the presence of .
zinc ‘chioride and other halogen galts. In the

equilibrium oondition, l-metoxy-5 chlorpentano

constitutes 74 - 754 of the iscmer pixture, *

Submitted 3 Jul 1946, :

- | | | /919
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CIA-RDP86-00513R00134352009- ,,
PA 27/49T34,

FUDOVIK, A. N,

3

"

USSR/Chemistry - nQunnnammsonnu » Allyl Sep/Oct 48
Chemtstry - Ether, oL, -Dichlorethyl,
Add{tion to Divinyl

"Allyl Regroupings: VII, The Addition of C, B-Dbi-
chlorethyl Ether to Divinyl and the Action of Alkali
Alcohols on Addition Producta,™ A. N. Pudovik,

Kazansk Affiliate, Acad Sci USSR, 8 pp

"Iz Ak Nauk SSSR, Otdel Khim Nauk" No 5

Shows that ot 8-dlchlorethyl ether Jolns with divinyl
in the presence of a catalyst, zinc chloride.

Separates and clageifies the 1,2 and 1,4-products of
the joining, H.m-a»oswouo-moo;oa%woamso-m and 3,6~

& 27/49135

USSR/Chemistry - Rearrangements, Allyl Sep/Oct 48
(Conta)

n»owwowo-m-onwgu‘w@xonmup. Obtaing good yileld of
the ¢orresponding simple ethers with the action of
caustic potagh on u:m-&cgowo-m-mnwen%:axm:m-m in
methyl, ethyl and butyl alcohols. Submitted 3 Jul 46
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pory e

PUDOVIK, A. H.

——— e =

"Silicon Phosphororganic Derivatives," Dok. Akad. Mauk SSSR, Hova Ser., 59, no. B,
1948

"Determination of Aliphatic Alcohols by Oxidation of Calcium Bichromate in the
Presence of Some Organic Compounds,” Zhur. Prik. Khim., Vol. XXX, Mo. 8, 1948.

"Determination of Aliphatic Alcohols by Oxidation with Potassium Bichrcmate in
the Presences of Some Organic Compounds,"” Journal Applied Chem., 21, No. 8,
August, 1948, p. 862,

It has been found that oxidation coefficients of n-butyl, n-propyl slcochol and
diethyl ether are constant only in definite limits of sulfurie acid concentration
in the reaction mixture. The possibility is shown of applying the proposed method
of joint oxidation for the analysis of binary and ternary mixtures containing ethyl,
propyl, butyl alecohols, diethyl ether and acetaldehyde. (Kazan State Univ. and Central
Scientific Research Lab. of the Chemical Plant, October 23, 19%7)
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PUDOVIK, i. N. B

USSR/Chemi stry - Phosphorous Compounds, Crganic Mar 1948
Chemistry - Silicon

"Silicon Phosphororganic Derivatives," B. A. Arbuzov, A, N, Pudovik, Chem Inst,
Kazan Branch, Acad Sei USSR, 3 pp

"Kok Akad Nauk SSSR, Nova Ser" Vol LIX, No 8

Describes experiment designed to examine the reaction between triethylophosphite
and haloid silicon phosphororgenic derivatives: led to obtaining compounds with
phosphorous-silicon connection.

PALTTYY
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Rearrangements, Allyl Jan/Teb 49
Electron Theory ‘ ,

nemistry -

\ussgr/C
Chemistry -

YIII, Action of KoH and Na- -
Butyl Aloohol on H-.o__—o.nwo

rpentenes and uvwou«owwo.u:ouo:cu pa
Tertiary Butyi Alcohol,” A. N. Pudovik, Kszan State

U imani cwgv.n.uoq..ub:»u, T PP
gaSR, Otdel Knim Nauk”

"Allyl Regroupings:
Alcoholate of Tertlary

»Y, Ak Hauk Fo 1

tertiary butyl alcohol and
ma\’m.,—-w.u,,

UBgR/ChemistTy. - Rearrangéments; Allyl . Jan/Feb 45

. . (contd)
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of dhlhiyl phosphorous acids and estess of .bu?‘:orou
acid on {somesic molhor{chlotonnunu. A. N. Pudovik
b, AN

and B. A. Arbusov {14 . Rhim., Kazan Gosnduarst..
Univ.). [lcted. Nhod NFRE IS K., Otdel Khim.
Nank 1949, rxak; of. C.A. 43, 5737a.—The reactions
of (ROY,PONa with .\lcOCH.CH,ClI:CHCH,Cl {1) pro-

ceotd normally without allvlic rearrangement. ddo. h " ] A
e 0NN [t 10 g, (KUOLPOT and G0 6 L “&fr‘;!gc““:‘,‘““‘\" ant b 3 e L il
Na in 30 ml. EuOl and heating 3 s, r.av-'-;_umm filten - "“ “"(‘) w;"‘:“_ -In‘u “‘ \ " of the f‘"“'"“ﬂ -
B " R . o " . - M
ton, 51. 1, 8 E- unknown nattes, e W -127%, and 38 g. alog, b TR, w 14550, The cumtse T ihe tomc-

l-mlhm‘y‘i-ﬁdhvlph.upkono‘l-pnl(lt (I}, be 146-7°,
Wyt LadR0, A 1.8, sol. in 10, and extructable by
1it, O unchangeb. Heating the ester 10 g.) A hes. to [P 10
with conad. HCLin a sealed tube, followed by teicase of
the BKtCl, reheating o hes., atel repeated evapi. of the
soln, with 1O gave an oil. Cillu QWP apparently McOCH,-
CHCH: CH IO, which gave a poorly sol. Ca mit;
11 sdded almnt the theuretioul amt. of Be in CHCL;
oxidation of 11 with KMnQy (22 x. per 12 g. cster) at
10-12° gave 30 K. MeOCHCHWCIZH, b 108-8°, »ty
La1ng;  sumburly cantatuas of 11 with perotyphthalic
acid gave nearly theoectical results. similar feaction
of M. I with (i0-BuQ)PONz (from 3.5g. Na and 3U §.
ester) i 2o ml, EGO gave 5 g. 1 und 2 g. 1-methoxy-S-
drisvbulyi phos phoms-3-pentene ). by 145-8°, nY? 1455,
a2 wusly. The reaction with {Mc0);ONu was slow

vickls

hecanw of pour soly. of the Na deriv. in Na; protonged fullowcd by distn
N i the b.p. of Htg)) and refluxing 3 hrs..
o wis unreacied), followed by of the NaCl 3.1 & IV, 12K g. (KOl
mediate fraction. :
30 g (E1OLPOM, 33 £ N

wartumng of 20 g. {McO)sPOHL with 4.2 .
Lt wath stirnng (=ome
adda. of 28 g Tand heating 10 s, gave little uction and
alimost all the Twas revovered (1.2 g product, bye 13640"
A dateal) s adkidn, of 20 . (MeO)PUN ta 4.3 g. Na
w o ml. MQRLL followed by 25 g. 1, after cooling, and
heating 3 hrs. on a steam bath guve 144 g 1,54‘6-‘15-
axy-J-pruienc, Lu 57-8°, mif 14272, di* 08840, and
14.3 §. 1-mctioay S-dimetkyiphos phono-3-peniens, e 144°
s a0, die 1ouat,  Reaction of 1 with POOR), also
procverds nosmally.  Thus, 12 g. (McO)F and 13 g. 1
alter O haso at 180 M inu vealed tube gave V.1 g. the
Jbove oater. te 1017, and sch unseacted Fand (McO)s-
14 g. (EtOLP und 113 g 1 witer 10 brs.

JITUN

(E1O)s
Huxing

r; similarly,

APPROVED FOR RELEASE: 06/15/2000

s AL , A-N. SRR TH 1 LT CaAatan
’ , ' B, b 13 40,
Allylic rearrangements. IX. Acticn of sodium salts B (Ronp with
yield the samc products @3 those vbta

requiresd do not permit dets- of w
an allylic
heating which s
(EtO)P and 113 -

tions of IV with (RO} PUN2 depeinds upoo the
oc atmence of cxees tree (RO):PUL
the teavton §
N
writed above) and 1o iomcss cod
Myl inatawe,
pruduct high-lxnling wilptances wh
diphosphonates of the t
CHCHLPOWR

PRy, aP wrently foemal by the 2

addn. ol L VBN e the duuhle boad of the priary

cotgputs. of

methoxypestac ! .
“Thus, addn. of 40 ml. dry Cetlgand 14 8. IV to (EtOh-

PONa {({rom 2.5 8-

v 1% e 1L
O, .

1V, 143 K. (im-l{ul'),l’(\ll, 1.7 g. int
and 113 K. 1L, e 173-3°. M
POH, 5 k. Na, &
y, gave 11 £ NaCl,

. 1-methaxy-2.6
I 111-1470 (3 14400, 430 0.N25R, 44 ¢. iv. ’
(probubly) .\lfOCfﬁCH.CHéCI‘(
L] K

PO, 138 8.
CHPOFS 1
1Ay, aud 14 . glassy reailie,

o aeduler) RIBUEFRIE wore tC - W

CIA-RDP86-00513R001343520019-3

it 1IN, BT Nl fERcTImE S0 o
e RCHCTLCHCICTE Gy (1Y), Bome

obtained with §;
letc und the high temps.
thet uf Dot thege occues
rearsangement o the usual ianerization oo
krs place with I and IV, Thus 14 g.
after 10 hrs. at 140-3)°, gave

0

preserce
i; in the lst mstance
wocrnls with complete allylic shift and

.\ht'L‘ll.Cll.Cll:CIICH.I’O(OR). (de-
1d be detected; in the
hawevet, the reactions yickied 28 the oaiu
wh were shown to be

ype MeOCH laCth"ﬂ’Oan) -
ansd .\h‘()C“.C".C'hC“(|“R3)Cu|-
- h tes of

type 13 o . asmd the alsduats, teacting with
3 i NaCl, and
cares)

d
Na and 30 . (EIO)J’O") iz B0,
fn. of the E4O (the reaction is too slow at
ave upon fltration
POH, LY g. inter-
144-7°; repetition

and 12.6 3. B

150-17. Simitasly,
Na. and 10 K. fVin C {,

(X)), By 2227, bu 216-17°,

CIA-RDP86-00513R001343520019-3"
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L. , - ; )
K #stead of Nu (3 hrs.’ refluxing) gave 3.6 5. MeOCH;,- ticns of alkall on llcmlﬁtxblll:m::’:r‘ull‘:;:l::.ﬂx.
S CH:Cll. Lt . IV, 14.3 ¢. of the above diphos- N. Pudovik and V. I Nikitina. Zhur, Obshehed Kkicr
bromitiy irastres i LA, 16 g diphospbonate, (J. Gen. Chem.) 19, 75-83(1049).—The reaction  nf
probably | MeOCHLCILCHIPO,En) CHyCH, S o i I-butoxy-5-ckloro-3-pentene (1) in MOl e
:3'(' iqf—’:::‘_'u:}'z:c:m' ;:Z:xli d‘s‘:, ?:dmnhszl:m'z"d.ﬁ" EtOH {oﬂaws_ the bimol. S route with formation of
H:0, unchanged after 1 hr. in H,0 at l(;)?or after 3 hry. RO derivs.; in IYOH, BuOlL, and fert-IUOH there iy

i . concurrent formation of I-butox -2 A-pentadiene (M) und
4t 1IN0 6° with Mel, forins no adducts with CuCl, dors dibutoxypentenyl cther by the monomol. S route,
;:at add Hr.':md ", m;:‘:;“;h;l“l by mo.xyph(;lul: “:id; made possible by lesser dissocn of these ales. into RO

cating with concd. 12 hes, at B0°, and re eatin b AT NS )
G brs. after release of the E1Cl, gave on evapn, with H anda proton.  With I-butuxy-3-chloro-4-pentene (1), both

N A ] AT A S4 and Sk wiechaniuns ure operative,  Roiling 15 g.
8 irup which was a tetrabasic acid (7 8. required 8.8 g, Land Tx.bl‘\'()ll in & wl, .\lrﬂl(‘;{hn. gave §h g, l{bnlux;-
KOH for nestralization). A similar reaction of 20 g Somethocy-2-pentene, by 3%, mi VASIN, A3 .80
(iso-BuO)POM, 3 5 K- Nayoamd 20 g0 IV gave 4.8 [ 8 20 g Land 10 x. KON i 100 g, BIOH gave 127 g 1
methovypentadiene, 8.3 ¢ b, by (00 2007, and 15.3 ' Butox 5 -ethaxy-3-pentene, hey tRI-7°, w3 14338, d1e
tetra-tao- Bu analug of IX, by 225°07 (erude), Do Z7°, m¥  0.8677; 18 4. arid D g. KOH in 80 g, PrOH gave 0.6 5.
LAIT0, d2e 1, M), POI 20 g, 4.3 . Na, and 1.6.;“,.3,4.p,..1,,.1.'.-", ne 50-00°, nyt 1.4490, d"l
25 g. IV, even after 7 hrs.* refluxing, gave largely un- ¢ 0.8230, and 10.8 &. 1-butoxy-5-propox ~T-pentene, by llﬂ‘,
reacted materials and only (.4 §- methoxypentadicne Y 14342, o2 n.xa0g; a0 L. ﬂml '.ql & KO in 200 g,
and 3.2 4. substanee, bye 30 8% No reaction took RuOH gave 4.2 k. I, by, 04°, 100 . [,3..{.'6.[“,\1.
phace ou eating 10 g, I with 12 K- (H1O)POIL i the Pentens (IV), byo 1167, ny2 1.4352, and 1.3 8. Mi(dutaxy.
presence of o oamadl ani of cither MceONa or (K1Q),- wienyl) ether, by 180°, At 1.4535; M g I and 10 g.
PONG S s 10 150 w0 sealed tube,  To (Kt0),PONa KOH in 120 g, tert-BuOl{ save 4.7 g, Ul and 6.9 g. bis.
Hrom 12 g (EGOLPOH and 2 g, Na in EuO) was added (butoxypentenyl) cther, as well as 3.2 x. intermediate
40wl Cale and 20 g, g8, EtO distd., and the mixe, unseparable mixt.; 27 ¢ I and 14 & KOH in 200 g.
treated with stirring and heating with 12 g, IV and re. b dioxane after 9 hrs, gave 08 K. 1 and 1 g. of the above g
haxed 4 hes tptn. of collvidal NaCD; distn, gave 1.5 ether, ax well as 125 k. L. Heating 20 g, I with 10 £.
£, methovypentadiene and 2.7 £ IV, and the viscous KOH in 100 g. 7077 E1OH 3 hes. gave 11X g. I-butaxy-5.
residue, treated with HO amd Etgd and the otg. Layer ethoxy-2-pentrme (V), by, 107.9° 4na 3 g l-buxm—r.)’-
distd., gave .1 g. liquid, b, 140-215°, 8.3 g IX. b, penten=i-of, by, 125-8°, »Y® 14480, d3* N.o030, | (40 g.)__
SIO-18°, a0 1005, and 4.9 K- X, bre 235-45°, nt8 1.4505, — and £.5 g. Na in 105 §. BuOMH after 4 hre. at 100° gave
When (EtO),PONG (from 12 5. (E10),POH and 2% N2 8¢ il and 6o K- IV ne 120°, n%2 1.4363, d2® 0.88583.
11 EGO) was similarly heated in Colle 3 hrs. with ™ g Heating 9 g. I and 5 R- powd. KOH 7 hrs. on a steam
Hoand 12 g0 1, there was obtsised ouly 28 g. If and no bath gave 0.8 g I and 5.5 g L 11 (40 g.) and 20 4,
other products. A simifar 3-hr. reaction of (iso-Bu),- ¢ KOH in 120 g E1OH refluted 3 hrs. gave 10.2 g. III. h
PONa (from 15 g. (180-Bu) PO and 1.8 8. Na) with 93 g. l~bula.ry«1~dhm—‘-prul¢ne. by 78°, mY 1.4290),
g HLund 10 g IV gave 24 E- methoxypentadicene, d3* 0.8832, and 3.2 ¢. V. Heating 2 g. nuleic anhydride
L7 g IV, 5.1 g intermediate fraction, by 110-220° 4.4

] and 3 g. Il gave o liquid adduct, Cualll),, tny 102°,
116 g totra-isn-Ru unalog of 1X, by 236 B oal L0, xp Action of Isomeric methoxychloropentenes vn sodio- —
Sunilurly (K1O3PONS (fom 6 K- (FtO)POH und | .- lacetoacetic esters. A. N. Pudovik, 4. 13145,
Natand 0 g Hin Cli, on distn, of the Et,0 and part

E —Heating 2.8 «, Mg, 13 g. AcCHLCOEL, and ™ g
of Culls gave 1.1 4. proebict, bue 200067, agy |447K E1OH with a little CCl, initiator untill the Mg di

! Pt b K intermediate Traction, and 3.0 g, fagotieg by addn. of 15 g. CICH,CII:CHCHLCTLON
apiustenily BN erinedute frac . «f 3. . . 3 . . 3
X, bie 257-44°, n 39 1450, A y addn £ < e
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analvg (. 9.1u-Dihydeo- 2-benzanthraceie gave.
ander 4 1214 molar relatint. & mint, ot pndmn'm.mny
monovarbox tic acld, ieh about 3 gty of dicarborybie
acid adimist. i, and 10 ml.
1 solul COx.

y . * after allow-
anrencted hydrocarbon- wbovr
rascton miat. treated with 1 &, in Et:O a d let stand #)
- hs., then poured o > ave 2 1 and 74 [UH

Layer was
and standing,
x.n'cl).&) g. 9-hyer
{from CHepetr- ether
- on ALOs gave 3
W 2.5 9.1()-6‘5(’!
m. 179" (from 50¢e Et
1.2 8 BuCl and 02 g.
hydro-1 .‘.!-\xummhr.u'
Ly Passike of MeCly gave.
icric ackl. o3 & Pic al
dikydro - 142 -
5. f of

e e g ENS
@ 9.5 hr. and chtpm.nomph
)|

174
Senzunthrocene.
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LESSEE ISR AR, EnE bRt SRR H i) SR R S5 s17

f A rpke s TSRO TSR

Y

R . ] "
). 1 with | mole PhLl guve in 3 hrs. (after CO, treal
:u):n() ‘.’.‘:.4“'9711 and 3.15¢ 1I; hm 24 m?ﬂ‘ilf‘"::lsT \(v)::_tc

35 ile i . re 78.4p O%.
.::!s‘;:alx(lﬂ.ﬁ,n.'hllc in 54 hrs. t "':}. 8 l{o T
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sarbed), gave 9 g, unreacted material and 16 g. Cl, compds.
> {08 g. liquid and 14.6 g. salid form (crude, b,y 110-30°)]; ©

: Addition of chlorine to byutadiene agd reactions of iso- - . similar chlorination of the 1,2-isomer gave 7.7 g.solidand - ..
" " merlc. dichlorobutenes. (RN —Pudovik) Zhur. Ob- 6.1 g. liquid tetra-Clcompds. - Neither the 1,9- ior the 1,4-~ . -
- shehe¥ Khim, (J. Gen. OO 92(1949).— . - 'dx-Clonmdesqm&r_zu;inShrs.at 130°and aslight change . i
g Chiorinatign of butadiene (I) at —10° to -16°I CHCL -~ - ofnoccursin thelst]nsmncenhcrthrs,atmO”hcwcvcr, S
slways ylilds some Cly compds., whose aint. increases from < . isowerlzation occtirs at rooin temp. with 195 Znéh’ (results . <,
) 20—30%’-1n’cnscs of large excess of I to higher valuas with cited above) .- Heating 18 g, 1,4-Isomer with 20 R- AcOH ;
higher ‘amts. of Cl; without solvent no addn, takes - ~ and 30 g, KOAe b hirs. to 130-40° gave 1.8 g, 3-butene-1,2-
place dnd the I is merely polymerized to a gelatimous ~ = diol didcelale, bio 88-8°, n1p 1.4305, 10 1:0603, and 13.9 5-
mass; ithe ratio of 1,2 and 1,4-di-Cl compds: varies but | 2-butene-1,4-diol diacctate, by 116°, n3? 1.4435, d3e 1.0826; .
little upon variation of the C! ratio, and gencrally 55-80%; similar reaction of the 1,2-isomer gave 8.1 g. and 3.3 ¢,
of the 1,2-isomer forns; Et0 or CgH solus. give similar resp. - Hydrolysis of the 1,4-Isomer by heating 50 g with-
© resutts. The «i-Cl compds. isomerize in the presence of 430 g, H,0 coatg, 04 g. calcined soda 16 brs. o n steam .
T ZnCly (edrves wre given for 17%) and the rate is much - . “bath with stirring gave 0.2 g, 3-blene-1,3-dial, by, 05°, .. -
slower than that of nlkoxychloropentencs; nt equil, the ™ © oAk LARIA 428 10400, und 9.9 g, 2-bulene<d -diol, by,
mixt. contuins 67-70% 1,4- and 80-3€; 1,2-isoriter. - The T 132°% W LLOT, di- LGOS similar Iiydrolysis of 50 g. -
- difference from thé results of chlorination of I thus is be-. = - 1,2-isomer even after 120 hrs. showed much uurcacted Ci
’ : yond exptl. error and must be assigned to a complex ma- < . - compd. and no divls could be isolated. Addn of 20 g 1,4-
- ture of the chlorination, which proceeds both by ionic and ¢ 1somer to 20 g KOH 'in 100 g. MeOH and heating 3 hirs.
by mol. routes (polarization does not reach jonization). on a'steam bath gave 7.7 g. 1,4-dimethoxy-2-butene, brg -
Passage of Cl (3-2 bubbles/sec.) into 200 g. CHCl; and 200 . T 142°%, ayp 1.4210, di° 0.S967, which with KMnQ, gave - | :
2. 90% I with ice-cooling until a 30-g. gainl was reached mdhnx)‘ac_d‘;;vaad,'b, 92°, 5% 1.1170; similar reaction of
gave 10 g. 1,2-dickloro-3-bulene, by 43-4°, nte .1.4605, 15 g. 1,4-isbmer with KOH in PrOH, gave 0.4 g. I-chloro- -
and 8.2 g. 1,d-dichlorg-2-bulcne, b 75-3°, n1e 1.4388, ag buladizne, by 66-6°, and.7.1 g, 1,4-dipropoxy-2-butene,”
» well as 8.1 g. residual fetra-Cl compds., from which some - D&% ¥ 1.4310, d3°0.8631; similar reaction of 20 g.1,4- "
+ eryst. preducty m. 73° (from CHC,), waschtained.” Repe- di-Cl compd. with 25 g. KOH in'150 g. BuOH gave0.7g. = -
: tition until a P3-g. gain in wt. was reached gave 36.3 g. --chlorobutadiene and 73 g. 1,4-dibutoxy-2-butene, by 98-
¢ 1,2~ and 28 g. 1,4-di-Cl, and 31.5 g. tetra-Ci compds., 100°, n¥'1.4365, d2° 0.8618, while the use of fer-BuOH °
* while addn. of 180 g. Cl gave 85 g. 1,2-and 78 g. 1,4-di-Cl (Wllh15§-.d!-Cqude-} gave 4.7 g. erude chlorobutadiene ~ -
: isomer, and 143 g. tetra-Clcompds. Passaze of Clinto 200 and material of wide boiling range; by 40-80°, which wus
g. 1it400 ml. dry Et,0 in 6 hrs. with cooling gave 44 g. not identified. Warming 12 g. powd. KOH with 12g. 1,2-
© 1,2- and 40 g, 1,d-isomer; similar reaction in C;Hs gave - - di-Cl compd. gave 8 ¢. chloroprene; b. 59°, n3? 1.4572,ina -
23 and 18.56 g., resp., as well as 18.3 g. tetra-Cl vigorons reaction; repetition in EtOH gave largely chioro- ;. -
compds. = Passage of Cl at —15° into I for 5 hrs. at 2-3 prene and a very small amt. of crude 1,2-dicthoxy-3-butene, =
" bubbles/sec.. gave no ClI compds. and only 10-12 g 1 * b 150-65°, siP 1.4280. ° Addn. of 40 g. (Et0),POH to
. polymers. Addn.of 31. Clto 20 g. (:CHCH,Cl); in 40 ‘ ; 8:7 £- Na in-Et,0, followed by addn. {after-sola. of the
ml. CHCL with coaling in 0.5 hr. (5/6 of the-Cl was ab- " { Na)of40g. dry CeHyand 15¢.1,4-di-Clcompd., distn; of |
N R B S TRl SO s A s e . =
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] - the Et;0, heating the residual mixt. 3 hrs. on a steam bath, . o
L ~decantation, and distn. gave 2.9 g. ((E!Q),P(0) CHiCH s, .

buy 226°, n3¢ 1.4647, d2° 1,1247, and g glassy distn. residue; -
I repetition with the 1,2-Cly-compd. gave only & -viscous, -
@ undistillable ‘mass, . Heating. the 1,4-di-Cl compd. (7:g)

with 20'g. (EtO)P in a sealed tube 10 hrs.'at 200 gave .- -

6.8 g. product, bie 80-8°, n}® 1.4240 (which ‘on redistn. - -
“gave § g, (E10):P(O) Et, bus §7-8°% nY 1.4150);and 9.6, . .

- diphosphonate, identical with that above; similar reaction ..

* of the 1,2-di-Cl compd. gave 8 g, EtPO(OEt):, 2.5 g prod~
uct by 120-60°, and 10 g. distn. residuc as'a glassy resin.” ¢
Thus, the 1,4-isomer redcts with KOAc mainly by-Sx2 -,

4 (2nd-order nucleophilic substitution) mechanism, . while = .-
the 1,2-isomer redcts solely by the Sx1 (1st order) mech-:.- .

- anism..- ; oo GoM.Kesolapoff- .
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'yBSR/Chemistry - Alcohols Ja kg
..7. Chemisgtry - Rearrangement, Allyl o

"Allyl Rearrangemente: Action of Alcoholic
‘Alkeli on Butoxylchloaropentene Igomers,” A. N,
Pudovik, V. I. Nikitina, Lab of Org Chem,
Kazan State U, 7 1/4 pp

"Zhur Obehch Kuim" Vol XIX, No 1

In methenol and ethanol golutions, potassium
hydroxide converts 1-butoxy-5~chloro-3-pentene
into corresponding ethers. In the cesge of
normal propyl, normal butyl, and tertiary
butyl alcohols l-butoxy-2, h-pentadiene and

- . 56/49r1l

.@W.Ea\owmamduw < Alcohols (Contd) Jan 49

‘a4butoxypentene in yields of 5 - 17% were aléo
obtained. With tertiery butyl alcohol, forma-
tion of dibutoxypentene wes irincipal reactiom,

by the drop in digsociation of alcohols used

into alkoxy groups end & proton. Submitted
22.0ct 47.

"APPROVED FOR RELEASE: 06/15/2000

PUDOVIK, A, N.

58/49T1h

Mechanism of reactions involved is explained ..

CIA-RDP86-00513R001343520019-3"
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| wpgatvion of Alphe
Butadiene,” A.
Ayglatove, 1ab

wzpur Obnhch Khim

Studien pdalt

butyl and chl

Separaten and

add i tien products. :
halogen others proceeds 1n various forms in de-
pondenon upon molecu

radical.
pentenan and

Submi Led ¢

gtudies 1 aomorl.zab

gemporaturen
e Ot WT.

- Butadleno
- Hydrolymis

“Halogen (
N. pudovik, V.
Org, Chom, Kazan

]

" yol XIX, No 2

Len of chlor
orompthy}l pobutyl
. 1iste charac terls

1ar welght

sﬁconwog.onououao
and concontration

¢hlorine) ‘fehera to
I. zﬁn:‘:ﬁy 8, Khe
gtate U, 3 PP

fon of caﬁ.ox«o.uwowo..
nes at various

nydrolysis of alpha-

of halogen ether

(i} o_%. zinc chloride.
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Additior: of .,-balo ethers to butadiene. A. N. Pude.
VOV NIt aind S, K Algistova.  Zhur, (ykehel
Nhos, tl Gon, Chem ) 1o, % SO, - Butadiene wl the .llku\urlul-uu‘n et s 1 4l pre waner o DR 0y
(L L S I T P I A TV tath was isived with UL SRR IOUT At B0 g 3D was dese as deanitead
EtOCHLC and 4 g, Ll shaking the closed veselio an earticr (1. and Atlacsgv, O 10 42, 6k The rowalne
ice bath {0 15 4., letting stand 10-15 hrs. atroom temp.,  yre given graphically. A1 - 10° shnoet oo homerizatue:
;€ washing with water, and extn. with BLO guve 170 g, |- of EtOCH,CH,CHUICH ' CH, t.kes place with 08
ethovy-do hlore-b-pentene, b, A THE R TR T OIR00, L0l in @ days, and oty 870 wath 0537 20l an i
and 13 ¢, foothar ~i~hlora-3-pentenc, by 43, »{ LAS10,¢ 1 banartisad B i Sabays ol 25 4, BT ey with
A2 0070 silasly, 4T € hutadiene gl 1A §- By o2 puale LN T LN T S R
OCHCT with 17 Sty gave Wi g Vhwlogy 1.1 hlwrw 4. IRULL it DA 2 i 67V il 0 0] e Lal’l, e
Fettone, 1y T0% wyry LW, S olno, T Lehulory- 8. CHOUMOH CHOIT .- tesnatisedd BB, s 63 ey
MLt fnbowe, iy WL |7 w2 0 Vax, di' DG and it 0t el L0Uh L v gamifingly shotre tpn-risg -
g e My feras, by 7007, wysy (O IR PLIN S RS S YO sty e NN Ba0C O OCHUE CHMe 1 puee
s O 558 g b, im ¥ butadene, and 30§ x £uCl, st igeed et S obaws b ALY L 1 feas deva ar 17
sy gave g danal i, Fotmatd, Ing Jd 1 °, s LEXAN, gy 0w et Sl wath B0t ek the vabie are
LIS S T BN Lavedurony 1 Ko -§.ponsowe, Yo TS 7 5N md N L MoCH OO CHUBAY 30 vamnir -
ML TR O 1T D-sodniony-Ga Rlore- 3. el T 0 e 5 dave wath 0 e Zally and 5220
MO a L, S0 0027 The acetal Falavs (final valuet. Bl in g novt . of the But ) derivs.,
“Hotmation is cagead by the teacton of unrencted hado  wpieh ZaCh st 177 preached 0 O T AT remter e
ether with water duning the M washig, with formation; - Tovtiom for the attend it tannetizatew o the avtial amee
of ROIL, ahe ) teacts with resnhual hake cther. Thie waf f vastitety obetanised v the Tattbie e Teae o sdorm .
vontinned T the Lot ity Pare MeOCH,CY hnlluh'tr‘ SO i a T v and 0l T 12 sense,
cmtph tody i water 1o CHLOY HUOY, ondd Mo, b e the wlidi, Nl Lot Bt tosienanel o azal e
Bt detiv ives 14 HCH - o ‘1. the Prodenv, pives 3y -
HCHIOP . while Bu and ta-Huderivs, give T-RCS
of the cotrespomting foemals.  Caralvtic i\?ﬂ’h‘nLl(iﬂ\‘%

Lomutn tiLlwt LA

LR Sl g A
®iia31 et} $3530Y Sef Owe L

s I vin Lt 8 MO W e 3
pao o 1 i M
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PA 6,//9T15

PUDOVIK, A. N,

TILEL byt g s e s o s e e s e e s
; / atry < M

““The Addition of Chlorine to Butadiens and
the Isomerization of the Dichlorobutenes,”

As ¥. Pudovik, Iab of Org Chem, Nazan State
U, 13% pp

"Zhur Obskch Xhim" Vol XIX, No 6

‘The addition vas studled 1n solutions of ohloro-

form, ether, and benzene and without solution.
In the firet case, 1,2-d1ichloro-butens-3 ‘com-
posed 35-60% of the 1someric dichlorobutenes
W....u.hﬁ«uu the .mmmn?? the butadiene vas
detected., - AAf1tions 5 ORLarine vo e seve
diohlorobutenes predwoed reactions with
Jractioally identical epeeds. Butadiene
tetrachloride vas formed in small quantities
even during very slov passage of the chlorine

in the presence of & large surplus of butadiene:

in the mixture. Thermal and catalytic
1somerization of the dichlorobenzenes vere
carried out, determining that in a state of
squilibrium the mixture consists of 30-33% of
1,2- and 76-70% of 1,hk-d1ichlorobutene, and that
CH2C1 groups have .greater positive induotive
offect than the ROCE, --CK. group. - Details
offects of other substances on ‘the :dichloro-
benzenes. Submitted 13 Mar A48,

T S s S s
e de g

of ‘chlorine” 1o wie ‘several

o~ - eems
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PA 64/49T11

N,

FUDOVIK, A.

WeR/Chemistry - ALyl Rearrangwente Jum b9
,,,rEv&. Rearrangemsnts: XI, The Aotion of

Isomeric Methoxyohlorcpentenes on Na-
iAlkylacetoacetic Esters,” A, N, Pudovik, lab of

[org Chem, Eazan State U, 114 pp

- ®"Zhur Obshch Ehim® Vol XIX, No 6

Mo allyl resrrangements occur in the reaction
-0f primary methoxychloropentene with Na-derived
‘methyl, ethyl, mropyl, and butylacetoacetic
‘esters, but they do occur when mecondary ,
 Wothoxychloropentene (1-methoxy-3~-chloropentene-
%) ie used. Shows that di-substituted '
derivatives of acetoacetic esters were obtained

- i 6474911

‘UBSR/Chemistry - Allyl Rearrangements Jun 4o
_ (Contd)-

by the ester decemposition during heating with
‘sodium ethylate in an alchchol medium, As a
result of the reaction between n-occtylchloride
and Na-ethylacetoacetic ester 1s obtained the,
‘Product of the ester decomposition which '
‘originally forms the ethyl esters of
ethyloctylacetoacetic and ethyloctylacetic
acids, Submitted 6 Jan 48,

- | | 6l /ugr11
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i
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g mz:m State l'nlA) N “lduw{k,."'
uon) —.cﬂ C.t o, l‘;)(a:"" )l(l(’l))(ln;,h h tmn:l?
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sorbed}, $37C 9g- unreactord m terial and 19 € L comgnit
hausd 3 g. o llxm(mmte.h.lll\—;l!’}i;

<A
10.6 - mnd 14.6 ] by
Addition of chlotine to butadiene and reactions of iso- smitar chlori tiem of the 1.2-isomer FAYE Lo g sotnd and
meric dichlorobutenes. A. N, ovik. Zhwr. 0b- als liquid(dnﬂcom 3. Nnt&tlbtl,’."nﬂ'!hrl,"
shehel Khim. (). Gen Chem.} 19. NG Gl di-C1 com isometizes in D hes.at \.'\ﬁ'lndsdigh!dun(c
Chlorination of hutadiene (b at —~1° to _15% in CHCL dlaccul’"mlhe 1stinstanceaft jUhrs.at 0°; et
i (! {rom b : patiomn aocuss at room temp. with 1% l;:;;\. (tre<ults
i 3 1 L4 g. 4 R

c Cly vompis. whose amt. v
LY

a
5
L8
»
8
e
8
n
a -
v
"
)
3
-
»
1]
]
?
N

highet of
place and the 1 i wmerely poly
mass; the pato of 1,20 and 1.4-0:C0 congnls. varies but 2-butenc-1.4-¢
little upott yanation of the CV ratio, aml p‘ucm\ly 35 \mitlar roactont of the 1.2-somer K& 1x.
of the 1,2-vmnt fotins; Bhdof Cilly solns. give shmilat tesyr. ydrotysis of the 1, 1-iwame? iy heating 0 % with
i yresence ¢ g Lo contg. H B caleinnt sl 16 hrs. ot 2 aeam
bath with SUMUE KaY¢ w2 g 3$u£ur-l.!-‘h.-l. b 95
2 hulene-1. -1t tny

The & Ul oeon
e much
- wy? 14610, 41 £ o, and 0.8 & 2
{ Lir hydrotysis ol 90 g-

results
Zully wurves are pven ot 175 am the 1ate
slower thau that of a\LU\yx‘hhmqwn\tnc.-; at equil. the
mixt. cottains I R I and =374 1.0 lser. 3 e, ot 11467, oy [¥02, LN sl
difference from the rosults of chiorination thus is be- 1,2 -isommes €ven after 1 hies. dowesdl muc unreacted L1
youd exptl. erred and must be assigned t0 A complex na- gompd.nnd o stiols could be solated. of Mg 1A
ture of the chlorinatiot. which s both by jonic ¢ isomer 0 X 8- KOt in W0 2 MOt and heating 3 brs-
by wol. outes (p«.\l.uiml'lml does not reach ionix:l}on). oo 2 steam bath gv¥e ol R .G{Inmls_a:y-;'-buku. re
Pasage of e \\ubblﬂ;'«c.\ into N0 g. CHCL 142°, =¥ \_-4'-"9. ds* 0.8967, which with KMaO, g3ve
vy 1 with e conting until a a0-g. gain was reached ctse acsd, e, at 1.1179; sdmilar reaction of
ave 10 K. Adu hlorn-J-hulene, D -4, s\ 1.4005, - 155 II,G-igomﬂ!r with KOM in prOH gave 0.4 - 1-chlory-
and 82§ ).J-duhhw.x-:‘-butmr. NN Y 1.4888, as butadiene, e a5-6°, and 7.l g l.‘-ﬁpmpo:y-:.b.znl,
well us 8.1 8- gesidual tetra-Cl compds- rom which some b R3°, #Y LA, Ay .85 ; similat mc'.iondﬁl g 1.4
¢ 737 oo CllCl.\.wnsobuingd. Repe- di-CY compad. with 23 €. KOH in 150 5. BuOtl gave 0.7¢-
i gave 36.3 8- chlorobutadiens am T3 8 1.4-di wloxy-2-bulene, as
¢ 100°, Y 1.4365, 4% 08518, while the usc of ldl-leOH
g rhlntohu!gdkﬂ' e~

{with l5[.di~Clcompd.\ gave 4.7 §. CTUY
rial of wide hoiling ranke. b

5 ! .
X 1, 4Ll and 315 € tetra-Cl compds.,
7 : 1,4di-Ct

1,2. and =8 %
while addu. of 130 g. Ct guve o g L2 and 78 K-
isomer, and 143 8. tetra-Cl compds.  Pasase of Clinto 200 and mater .
71 in 400 mb. dey Et;O in & brs. with cooling £3ve [TE's not identified. \Warming 12 &- powil. KOH with 12¢- 1.2-
1.2- and W K- 1,4-isomer; <imilar reaction in CoHs ga¥E - di-C1 compd. §ave 6 g chlor rne, b, 8% 0 1.4572,in8
o and 150 8. espo, a8 weil as 183 & tetra-Cl vigorous reaction? repetition 10 EtOH gave Largely chioro-
\ar - 15° into 1 for 5 hrs. at a3 prene and a very small amt. of erude I.I-Js'eihxvd.b.w. \
ate 14200, Ad 0g (mﬂ;pou to .

compuds B

bubbles scC- Riave 1w C1 vompuls. and ouly w12 g 1 b-’ 150-65°, K

polymers. © ddu. of 3L CIIO Ay g ('.CIICH,C\); in 40 67g Nain Ete0, followed bY addn. (sfter

ml. CHCh with cooting in 0.5 hr. (5 Ct ab: 1,4-41-C compd., dietn. ol -
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the Etst), heating the residunl mixt. 3 hrs. on & stoam hath,
Adevantation, ol distn. gave 2.9 K- ((Bo)‘P(O) CH.CH ).
[T LA L] 1ABIT L 14247, and a glacsy distn. reshiue:
repetitin with the 1,20l compud. gave only n viswous,
u undistillable s, teating the 1,41i-Cl comsl. A7 KD
with ™ g. (EtOWP i sealed tube 10 hrs. at 2° gave
n.5 g. product, bis 80-8°, ny 1.4240 (which on redistn.
Kave 3 K. ( E4;P{OVEL, Dre §7-8°, ny? 1.4150), and 9.6 g.
.+ diphosplunate, flentical with that above; similar reaction
of the 1.2-40-Cleompd . gave A g. KtPO(OKU1 2.8 g prosd-
et D 1007, amd 10 g distn. residue as & glassy resin.,
Thus. the 1d-itomer feacts with KOAc mainly by Sw2
y (o arfler nucleophilic substitution) mechaniun, while
the L2 jsomer seacts wlely by the Sxl (1st osder) mech-
antsm G. M. Kowlapall
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PUDOVIE, A.N.; ARBUZOV, B.A.

ety
- o AT T LS
R

Addiéién of dialkylphosphorous acids to unsaturated compounds,
Part 1: Addition of dialkylphosphorous acids to ¢, f-dimethyldi-

1ketone. lzv.Kazan.fil.AN SSSR Ser.khim.nauk no.l:45-52 '50.
vinyvlketone ( 10:5)

(Pnosphorous acids) (Vinyl compounds)
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PUDOVI :.ARBUZOV, B.A.

Addition of dialkylphosphorous acids to unsaturated compounds,
Part 2: Addition of dialkylphosphorous acids to the nitrile of
acrylic acid and methylmethacrylate, Izv.Kazan.fil,AN SSSR Ser,
khim,nauk no.l:53=58 !'50, (MLRA 10:5)

(Phosphorous acids) (_llé_thacrzl;,c. acid)
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Acetylene allenc rearrangements § The sction of

esters  of phosphorous acid on 2 mtthyl-l-chloro-.‘- na g gud o7 120y
vutyne. A N, Pudonik CRaran Statr Univ.). ZJhur. the allene deny b FERFTHE AT R
Hochohed Ko (7 Gen Chem V200 o2 o, of. altene deniv. REAR ool with O R et ‘l\-_hu 1
1 44 1N Me AW ey Y amd 18 g (B n.n 0 ey, (10 NS vowde pn\-\m‘l\._h. R AL
rer 1 s aelid tubee At 1Y pave ThHK. MryCe- < oy [ RSN 11 1o “‘“'.‘“g-
o |’I"ln?('llf'?ll'«'ull-"". . b I L2, b, 1778 i with W . .\\r;Ci\'tCllﬂ 10 hes. 0 i
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which is not deseribedd. The resnlts e <imilar when the ;:\7-[“". nt? [T VN dar ) WAy, aml 3K um-l-ull'lu-d
e Lpom 1s THn at P A even 1, although it i< loss product. by 20 T, n? 14052 titon with 1 €
completel o re tm ek pla W alter 10 e Ttorde, 20 K- M. ERRCIENN after
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deny  oes not yirld ppts watl i “u. PONQ {Hrom o7 K- il".ll)),l’l\!” n
FPhe ttiad o Sloagule 1t hanged it - Xave it wint, of uuidrnlil’wd pn-hh‘l-. "
1 with KMty gy MM U0 confirnns e struclune. .M.
whlr 15 % Allene et e oted ¥ T~ W 124y T RaNE

peren el Nangedd vees RTAR R (LCEY P, its iy 1y e ot b
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Allylic rearrangements X111 Preparation of met-
captans of allyl type and their transformation into thic
ethers. A, N Pudevik and N. N Kulryavtseva (Kazan
State Univ.t  Zhae=tWthohel Khim. (). Crett. Chem) 20,
RIS - mEI0N ol C L1 42,1500z 44, 186 g.— Methods were
developed for the fonmation of cither mercaptans or thio
cthees from aitvhe halides amd metal hydrosulfutes. Allytic
metcaptans st amyerted Lo thio vthers with evolution of
1,8 on heating. Primary methoxy-, ethoxy-, or butory-
Chloropentetirs et with hyidrosulfides noemally without
Wivtie shift, shile the secondary detiva. react with a fulle
Aivlie teattatuginent A soln.of bg Na i 100 ml. aby,
FLOH was satel. with 148 and rethuxed 3 hes. with 25 g.
F1OCHCHCHE CHCHCL,  distn, of the org. products
gave 320 Lcthovy 1-penten-3ethiol, by T0-1°, n? 1.4725,
Ao o gidn, aml B0 CEIOCHLCHCH CHCH S, Ing
W30 8o, et 1, gt 0o the datter forms slawly
from the former cn heating, suchasis encountered dusing
Jdistn.  Repetinon of the synthesis at mom temp. (24
hirs b gave H11 g mercaptan and 3.9 . thio cther.  Simi-
- lardy EOCH,CHUH HCICH : CH,, reflused & hrs., gave

3.0 % D-rthary. -penten-s-thiol and 7.5 g. thio ether. The

thiel forms the thie ether at a rate which is appreciable

cvett at &, aned b contes rapid at 130°. The structures of

the products were contirtned by KMnQ, oxidation to a.

rthacypropions o ul, by, 117, Y 14215, Me(CHiy)SH

06/15/2000

heated 8 hrs. to B Jhowed no detevtable reaction
BuOCH.CH.CHECHCH.CL 125 g sl 9.5 . KOH in
e ml. K197 o, previonsiv satd. with S5, xave
- after 24 hrs. 420300 -bulovy-T-penien Tthiod, by T
[TURJRCE P I (0 Qe e and 2254 correspanding
thao ethee, ba 1N TTL gy 1ATTO, Q30 oulid a0 Hy-
CHOHOICH  C1 did oot react at poann tenip, bat after
4 s on  steam bath it gave (fiom Mg. vhioghde V3t
thinl tidenticnl with the aboved amd 172 g, thio ether.
The Met) analog gave 55¢5 [-methoxy-3-penlen-3-4hios, be
1-08°, nY® 1ATTH, 33° 0OTRI, vl a trace of a higher-
bailing fraction frum the primary vhlorile, while the
secondary chloride, which reacted only aut reflux, gave 3 4
§. thio cther, bne 181°%, n1p 1.4840, and 2 g. thiol. CH,:-
CHCH,Br (25 g.) yickled 9.3 g. crude allyl mercaptin
(pure, b (K107, w1 4080, 4 OAKH, wnid 32 g, thio
dher, b, 1AN-40°, aAP 1 AN05; the furmer polvictises ou -

num_ling and is gradually cunverted to the thie ether on
beating. £, M. Kovolapof
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Addition of dialkyl phosphitesto uasaturated ketones, detected (1,00, would form if the phosph
nitriles, and esters. AL \{ bdovik and B. A. Arbuzov- woelf to the o-C utgm jn respect {:, ?ﬁf’i’?,”,ﬁ‘;’;‘; u;:n;‘?}:l
A B Arbuzov Tnst., Si; Univ., Kazan). Doklady product showed ay active. bare b COgrous r‘u(_'ﬁo""
Nhad., Nauk §.5.5.K. 73,7427-30(1050); of. C.f. 4“4, with Na nitroprussile and 2-C,,HOH, and hy "'."ll-uion ';
{nkig. - The add. of (ROJPONa to unsatd, compds., dis- # phenylhylraznne, (o this basis the strucrures of lh‘
covered earlier {ef. ubove ref.) in reactions of secondary following  prodycts, MeyC: CHCOCH, CHL,PO(O ) .
allvhic chiordes, was extended to other unsatd. compds. \'\I'Abllsl}ed (R given): 37, (S9), by, lau 71 e, i :l. "Trln;r

o Lito; & 32¢2), b, 149°, die l""—“‘“.lb‘ I.J(:ﬁ;l)} ’_’n..

with an active unsgtd, huk: compds. contg. Co, CN, or S
propesties Hu 8.550), by 18859, Sy LASIL die 1L0013; By (5res

i ),IR graups which by their clectron-uttractive e 1955508
promluce o e charge on the 3-C atom of the ethylene link e JUS-200€, yy0 146823, d1e | of
il the addn. of nucleophlic reagents to the unsatd. link, - CH:CHON are mych more‘encuzt,ii(gfd l!l&en M;h-h'{ b
<~ the addn. to the carbonyl group itself is correspondingly drops of RON; - €alises spontaneny NSetiled
repressed.  These unsatd. derivs. readily add (RO):POH unless the mixe, : hydrolysis of t UCts gave
m the presence of alcoholates of alkali metals, the reaction l""hphml"nl’ﬁpimlic acid, m.” |64-5° thus confirmin “}‘1.'
i i in. of a satd. alc. suln. of RON: structure (Ri)), Py Cihciren: g Me (x5 't“'f ‘I .
' 4n equimolar mixt. of (RO),POH and the unsatd. deriv. 158%, mi> 14432, LI BT N IR30), byy 150 41 a
1he action iy exatheric the effect is smaller with larger LASNR, 30 L A0osy; " 5.y 45.4%2) II\:, 'mll)’ ..5- 1 4"'"-!'
conpeds.) und the products are isolated by distn. after un d2® LOSN; 150. 414 715 TES, el HI88, (130 | ug«.:'
utistated period required o completion. Usually the Hu (71600, by, 177, a1 L4385, div | o Witk
phosphites of the higher ales. fequire larger amts, of RON: . CHy: CMeCOMe the reaction is much more .shl‘ “sh ";
for salisfuactory action; at is advisable to use the same R in the -"f‘linn by after 4 . uidcmhle‘fnlm'sn?'[
RONa und the phinphite 1o avoid transesterifications. 'ts obtained, (RO),I'(O)C[[ |[,(_‘(; i['
Me,C: CHCOCH: CH, yiclds products contg. 1 double bond ere: TIT00), by 137-8°, L3N 7 P
Hr titration), whle hydrolysis of the product obtained 30, s 1.4 ! 3. ,
»uh (EWORPON by tneans of HCI yielded E(CE (in oy 0612, The reamm”
st corresponding to an cquimolar adiduct) ; no H,PO, was d Na »T.‘,'?::
! lacement of N,
?;’3"”“’ by a s thus r zv:ncm’l’h‘“
(RO);PONa. G. M. Kmohpoﬂ £
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Addition of dialkyl phosphites to unsaturated compounds.
A new method of synthesis of A-k ic and un-
saturated a-bydrozyphosphonic esters. A. N. Pudovik
(A. E. Arbuzov Chem. Inst., Kazan Sec. Acad. S U,
SR Doblady Akad. Nauk S.S.8.R. 73, 490-502( 1950) ;
of. C.d. 48, 2o, ~The addn. of (RO};POH, under the
Gitalyvtre  mfluence of RONa, to unsatd. electrophilic
cotipds., described in the previous paper (loc, €L}, wus
extended (o the simplest a,d-unsatd., ketones, with the
vinyl group sulntituted jn various ways, MeCH:CHAC
. PhCH:CHAc, and furfurylideneacetone (ID gave 70-
MG yields of adducts. The most vigorous addn. takes
place with I, the Jeast vigorous with II. The products
prepd. inchuded : AcCHYCHMePOLO S fc)s, ya 134-5°, ni?
LA, d2e L1313, di-£2 ester, by, 139-40°, At 1.4387, d3°
LimG; di-sso-Bu ester, bie 156 -8°, nyp L4400, d3% ] 0291 ;
di-Bu ester, by, 172-3°, nyp 14412, d2e .0985; AcCH,-
(.'[II’hI’()((J.lIr};. b 184 90°, =1 1.5095, dz* 117w,
di-Lt ester, by, U3, mpe Loy, d3e LI309; di-f50-Bu
ester, bny 2uRY, pye L4900, 42 10734, ds-Bu ester, b,,
209 267, e 13027, d3* 1.0737; AcCHL,CH(CL0) PO-
(OMery, by 103447, ni? 1.48335, di° L2181; ds-E; ester,
b 102 39, myp 14735, d2° 1.1616; di-tio-Bu ester, by 161 °,

APPROVED FOR RELEASE: 06/15/2000

T Whtssyg ) Y Dec 1959

8 LATHE, A2 L0932 di-Bu ester, by 1852, iy l_.-hJ", i
’llll'm:l'.";l‘l ! E\dd‘vu. to unsatd. ketones with 2 subgtnmr:lnfs"l;:
the vinyl group and to vasious umsatd. aldehydes, ?) the
sathe technique, yiekded 11O phosphonates, Iu\nngl .s‘c;?.:
i)ll groups (Zerewitinov melhod).. Thus, unsatd, -l;;“
hydes and miesityl oxide add the dlzl‘k)'l pb(x%ﬁxls m'l‘hr
carbonyl group rather than to the C:C double bon ob
products included the following: Me,C: CH (Y JH). {
(OMe)y, yy 136°, a¥? 14457, di* 1.L163; ds-Et utf_r'.' b
LINC, ml? 14300, d2° 1.0675: di-iso-Bu ester, by 1623,
a1 14400, J2° 1.003D; di-Bu ester, byy 171-2°. ni :"“#s"
g LORS4; CHy: CllCII(OI!)PO(O.Ve)..‘ h...l-w-‘.’:._. lll‘,.
14575, d3% L2IR8; di-EX ester, bye 154-5 P LAghn, At
1.0235; diciso-Pr ester, by 130°1°, w3t 14415, a3 .1.:»0;’..
di-iso-Bu ester, by 166-70°, nip 14417, 4020 I_U!.W,.dx-”u
ester, Iye 168-70°, al® 14348, 20 0.9668; .l‘l'r(.II:VL;{Cd -
(O POOMe);. by 150-2°, wfs 1.4: ). d3 x.’x;,m)b”.,:
El ester, by 1834°, al® 1.4555, tg: IS (C,[C,z 0".)
CHCHIOH)PO(OEL)y, m. 106-7°; PACH: CHCH( -

TPOO0Me), m, 101-2°%; di-Et ester, m. 104-3°. The addn.

*() N to the carbonyl group vrus first suggested in
‘l,l‘m(Rr(:)u)c,t[io)n .‘oqucCl with (RO)PONa (Arbuzov ;&nd
Aanovskaya, ibid. 88, 19061(1947)). G. M. Kosolapol

CIA-RDP86-00513R001343520019-3"
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PULOVIK, A. N.

USSR/Chenis try - Organophosphorus Com- =~ Feb 51

"Addition of Dialkylphicsphorous Acids to Unsatursted
Compounds. I. Addition of Dialkylphosphorcus Acids
to 8,8-Dimethyldivinylketore,” A. N. Pudovik, B. A.
Arbuzov, Chem Inst imeni Acad A. Ye. Arbugov, Kazam.
Affiliate, Acad Sci USSR

"Zhur Obshch Khim" Vol XXI, No 2, pp 382-388

Dialkylphosphorous acids shown to add easily to .Sy~
dimethyldivinylketone in presence of small quanti.:
ties of alcoholates -of alkali metals to form corr
esters of phosphonic acids. Structure of products
verified and mechanism of their formation proposed.

- - - 17ErR20
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iy ——— T 7,,.::.'&.‘!\‘\“. ~ . S . .1|\|||.I\,.£-.\Il‘|lll.l. - ‘!.«...\ Vn\...nf..
d.m.mw.\nvna»_u,«wq _ Acetylene Derivatives Aug 51
z>n««ﬁono;.>wwoua Rearrangements. 1. Actlon of
Alcoholic Alkall, Alcoholates, and Alkall Metal
Acetates on Acetylene and Allene Chlorides ," AL N
Pudovik, Lab of Org Chem, Kazan' State U
pp 1462-1471

nzhur Obshch Khim" Vol XXI, ZOmu
~oholates and 81C alkalis
i tenr) -

Action of &lc golns of alcone®
.1 chloromethane (1) and dimeisy=
<wuﬁ.n&53wngouoaw¢wmum (11) under conditions
faverable to pimol mechanism yielded ethers of
mwnguvmékuﬁomﬁdgg (111) end dimethylvinyle-
thinylcarbinol and, TesD, wmowuoumnqwmom&ﬁ.msm (V)
1 and II

and »movﬁovmsﬁuﬂuﬁwmomaﬁ.mumu. Action of
180T
Aug S1

e
Perivatives

USSR /Chemistry - Acetylene
(contd)

on allene chloride in MeOH soln yielded smalliamb
of Me ether of u.u.am&doxm-w-Sm.awandcap&mdm-w ,2
Monomol elcoholysis of T ylelded simple ethers of
111 and small amt of IV.

PUDOVIK, A. .

¢

CIA-RDP86-00513R001343520019-3"
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PUDCVIK, A. N. 188T17

USSR /Chemistry - Acetylene Derivatives Aug 51

"Acetylene-Allene Rearrangements. III. Action of
Organomegnesium Compounds on Dimethylvinylchlorome-
thane," A. N. Pudovik, L. A. Mukhamedova, 1ab of Org
Chem, Kazan'® State U

zhur Obshch Khim" Vol XXI, No 8, pp 1h72-1b75

Examd reaction of dimethylvinylethinylchloromethane
with MgEtBr and MgPhBr. On basis of reauits of oxi-
dation of reaction products, concluded that both re-
actions proceed with partial acetylene-allens rear-
rangement. FProposes explenation of rearrangement

mechanism.
1]

o
188717 .
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PUDOVIK, A, N,

USSR/Chemictry - Allyl Rearrangement . Sep 51

"Allyl Rearrangements. XIV. Action of Amines on
Isomeric Methoxychloropentenes," A, N . Pudovik,

wbvoamowme~xhnmu.mg¢ocwaoﬂ<.H.. S.w.m.nof
Lenin ’ .

"Zhur Obshch Khim" Vol XXI, No 9, pp 1642-1648
Action of -iscmeric methoxy-, iscpropoxy=-, butexy-
chloropentenes on diethylamine, ethyldniline,
aniline showed that primary halogen-allyl isomers
react with secondary amines by normal scheme to
form products structurally like initial chlorides.
In reaction of secondary isomers with diethyl- -
amine there twm.,ooa@u.man allyl rearrangement,

191143

USSR/Chemistry - Allyl Rearrangement Sep 51
(Contd)

with aniline partisl rearrangement » evidently by

cczbined ionic and mol mechanism. Nature of amine
affects reaction mechanism,

Hm..,ﬁ_..w

CIA-RDP86-00513R001343520019-3"
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USSR/Chemistry - Acetylene Compounds ot 51
"Acetylene-Allene Rearrangements. IV Ionic Theory
of Acetylene-Allene Rearrangements ;" A, N. Pudovik,
Kazan' State U imeni V. I. Ul'yanov-Lenin

"Zhur Obshch Khim" Vol XXI, No 10, pp 1811-1818

From study of reaction kinetics, shows that
hydrolysis of acetylenic chlorides proceeds by
monomol mech. Studies catalytic isomerization of
dimethylethenylchloromethane in presence of metal
halides. Proposes ionic theory for mechanism of
acetylene-allene rearrangements.
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'} USSR/Chemistry - Organophosphorus ~ Qet 51
= Compounds , .

% npddition of Dialkylphosphorus Acids to Unsatu-
rated Compounds. II. Addition of Dialkylphos-
phorus Acids to the Nitrile of Acrylic Acid and
Methylmethacrylate," A. N. Pudovik, B. A. Arbuzov,
Chem Inst imeni Acad A. Ye. Arbuzov, Kazan' Af-
filiate, Acad Sci USSR

"Zhur Obshch Khim" Vol XXI, No 10, pp 1837-18k1
Demonstrates that dislkyipnosphorus acids in
presence of Na zlcoholate add to nitrile of
acrylic scid and Me methacrylate to form

194132

USSR/Chemistry - Organophosphorus Oct 51
Compounds {Contd)

corresponding derivs of phosphonic acids. Proves
structure of obtained products and proposes ex-
planation of mechanism of their formation.

CIA-RDP86-00513R001343520019-3"
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PUDOVIK, A, W..

"phosphonocthylation,” Doklady Akademiy Hauk SSSR, Vol. LX¥X, Ke. 1, 1351, pp. 65-68

FULL TRAISTLATION AVAILABLE Ii W-23177, 10 July, 1952
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PULOVIK, A.N,.; YABHUMTOVA., D.kh,
| e DA RS

. Addi-
New synthesis of esters of phosphonic and thi.ophosphonict::tdsiiclicm
tion of dialkyl phosphites to the amide and ust?rs of meé ry ( .5:9)
Jzveat, Akad. Nauk S.5.5.R., Otdel, Khim, Nsuk '52, 721-0. MLRA
(CA 147 no.20:10467 *53)

1. A.E.Arbugov Chem, Inst., Kasgan,

APPROVED FOR RELEASE: 06/15/2000 CIA-RDP86-00513R001343520019-3"
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4 Ctens
"~ Synthesis 5 estels of phosphonic and” ‘thiophosphonie
acids. XI1. Addition of dla 1 phosphites to unsaturated
dibasic acids and esters. YA. N. Pudovik. Bull. acad,
scs. U.S.5.R., Classe sci. chm., 1952, Sﬁﬂiﬁ ngl. transla-
Chemical Abst. tion). See (4. 47, 10467.. XII Addition of diethyl

8 thiophgsphite to fretones and aldéhydes.m A. N. Pudovik
Vol. 48 No. and Zamgtaeya. Ibid. 835-30. See - C.A, 47,
A r. 25, 1954 104677, XIV. Method of synthesxs esters of amino
pr. ' = phosphonic acids. A. N. Pudovik and¥41, V korche'nkma
. .Orgenic Chemistry Ibid. 831-5. See C.d.47, 10468f, XV:
: phenyl- and alkylphosphonous acids to est of methacrylic
. and acrylic acids. A. N. Pudovik and¥D. Kh. Varmuk- :
hametova.  7hid. 803-8, See C.A.47, It h €, .
{.L.H. .
5\ e
VU ;
! /r'& i
-~ eI 7Y R ———_J
e
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e N

PUDOVIK, AN.; YABMUKHAMETOVA, D.Kh.
’ New synthesis of esters of phosphonic and thiophosphonic acids. XV, Addition

ds to esters of methacrylic and
f esters of phenyl- and alkylphosphonous aci h, ¢
:crylic acids, Izvest, akad. Nauk S5.5.S.R., Otdel. Ehim., Neuk '52, 902-7,

(Ca 47 no.20:10469 '53) (MIRA 5:11)
: —__-—I‘_‘ i
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PUDOVIE, A.N.; IMAYEV, M.G.

15w SRS

ﬂm;;action of phosphonosthylation and diene synthesis vithlﬂnylpléliggmnic
osters, lzvest, Akad, Nauk 5.5.S.R., Otdel, Khim, Hauk 52, 91 ( . 5111)
(CA 47 n0.20:10463 '53) MLRA

1. Kazan State Univ,
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PUDOVIK, a.N.

New synthesis of esters of phosphonlc and thiophosphonic acids. XII,
Addition of dialkyl phosphites to unsaturated dibasic acids and esters. )
Izvest, Akad, Nauk 5.5.S.R., Otdel, Knim, Fauk '52, 926-31. (MLRA 5:11

(CA 47 no.20:10L67 '53)

!

| e = : o
T PN e PO et =i

APPROVED FOR RELEASE: 06/15/2000 CIA-RDP86-00513R001343520019-3"



Fyin CAWAE T RN A SRR B LR LR P R R B ey

"APPROVED FOR RELEASE 06/15/2000 CIA-RDP86-00513R001343520019- 3

PUDOVIK, A N an G. A. Zametayeva

"pddition of diethyl thiophosphite to ketones and aldehydes ," Izvest. Akad. Hauk
SSSR, Otdel Khim. Neuk, 932-9, 1952.

DIGEST AVATLABLE in B-64419, 15 May 53 (Trans fu Fed)

APPROVED FOR RELEASE: 06/15/2000 CIA-RDP86-00513R001343520019-3"




"APPROVED FOR RELEASE: 06/15/2000 CIA-RDP86-00513R001343520019-3

;:.i i

i

PUDOVIK, A. N. and M. V. Korcherkina

UG S

"Hew Method of Synthesis of Esters of Aminophosphonic Acids,” Izvest. Akad. Hauk

SSSR, Otdel Khim. MNauk, pp. 940-6, 1952.
DIGEST OF ARTICLE AVATLABLE (Vi »s /Lyu/)

B-c4v419, /5 May 53

I s e e e e A e e e, ey
B Sttt o) AT AT ER G A Ty ES A R L e T SRR S IO SRR PR L Lt e A A E P U o S e L e S

APPROVED FOR RELEASE: 06/15/2000 CIA-RDP86-00513R001343520019-3"



"APPROVED FOR RELEASE: 06/15/2000 CIA-RDP86-00513R001343520019-3

PUDOVIEK, A.N.:; IVANOY, B.Ye,
W_»ﬂ.:;.z:‘.n-ﬁ\f!'?

- Izvest
Addition of dialkyl phosphites and their chlorides to & oxides, .
Akad, Neuk S.S.S.R., Otdel. Ehim, Hauk '52, 947-55. (MLRA 5:11)

(CA 47 no.20:10464 153)

1, Kazan State Univ,

APPROVED FOR RELEASE: 06/15/2000 CIA-RDP86-00513R001343520019-3"



CIA-RDP86-00513R001343520019-3

06/15/2000

*gTEOTPBI I931683 SNOTIBA JUIABY PIOB
DTTAIOBYFaL JO SI9182 03 SPIow snoxoudsoydiAyzstp Jo
PUE IBTAIOBURSWTAUISW 03 8PTIe snoJoydsoydTA{TeTp _
Z9u21Y Jo upps o3 JO sponpoxd saqriosop JUB SUBL

“~ ~q0 *PpToB oTafqnqostouoydsoydTANTBIP JO SSpPTUE®

"APPROVED FOR RELEASE

PUDOVIK, A. N.

02L62e :
JO uojqmwmIcy 3Yg JI9pun  prov  OTTAICRYZSW | JO
SpTwe 3Y3 O3 DPPB SPTOR SNOIOUusOUATA(TBIP 3BUT SPUTH

9eL
-1zl dd ‘y oN meN wipl T9P30 ‘¥gSs BN TV ZI,

¥SSH TOS PBOY ‘91BTTTIIV_, Uezs)

‘A0ZNQIY ‘X VYV PBOY TUSUT 4SUL wWRU)  ‘eaoieu
—gipmuTer B ‘q ‘NTAOPNd N 'Y , “PIOV OTTAIOBUISN
JO sIe9sd puB SPTUY 9Y3 O3 SPIOY snoxoydsoyd A TsIq
IO UOTATPRY °IT ' SPToV ortuouydsoudotyr pus otuoyd -
-50yd JO SI34»F JO sTea3ulg eyl JoF PoulS| MeN,

gpumodmo) m.
A...... mﬁnonmmogmondmno:zhpmﬁsg"u\mmmp_.

CIA-RDP86-00513R001343520019-3"

06/15/2000

APPROVED FOR RELEASE



EASE: 06/15/2000 CIA-RDP86-00513R001343520019-3

L S it e

PUDOVIK, A, N,, IMAYEV, M. G.

USSR (600}
Phosphonic Acid
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PUDOVIK, A. N,

USSR /Chemistry - Organophosphorus Compounds Jan 52

"Allyl Rearrangements. XV. Reactions Between So-
dium and Magnesium Balts of Dialkylphosphorous Acids
and Isomeric Butoxyahloropentenes,” A. N. Pudovik,
Lab of Org Chem, Karan' Btate U imeni V. I, UL'
yanov-lanin

"Zhur Obphch Khim" Vol XXII, No 1, pp 109-113

Studied nction of N and Mg salts of dialkylphos-
phorous ncids on lsomeric butoxy- and methoxychloro-
pentensn. Bhowsd possibility of using Mg salts for
gynthesls of phosphonic acids. Reactions of Na and
Mg salts with primary butoxychloropentene proceed

R

207722

;cmmw\nso!:ﬁ.v... onwnquUWnﬂ:onﬁu navocanu.qw:mm
Contd v

without rearrangement; with secondary pentenes,
however, there 1s full allyl rearrangement, with
formation of alkoxydialkylphosphono-peutenes,
identical in structure with those obtained from
primary chlorides.
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USSR/Chemistry - Organophosphorus
Compounds

Mar 52

horous Acids to Un-
Method of Syntheslis

" A. N. Pudovik, Chem
Kazan Affiliate,

| "The Adaition of Dialkylphosp
saturated Compounds. TII. New
of beta-Ketophosphonic Esters,
Tnst imeni Acad A. Ye. Axbuzov,

Acad Sci USSR

ngpur Obshch Khim" Vol XXII, No 3, pp 462-46T

M The esters were produced by adding dialkyl phos-
| phorous acid to o, p-unsatd ketones in presence of
' | =alcoholates of alkali metals. The addn products of
|
l
i
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Mar 52

jmmw\owmswmaﬂw - Qrganophosphorus
Compounds (Contd)

y1, diisobutyl, and divutyl phos-
cetone, benzalacetone,

nd described.

dimethyl, dieth
phorous ec ids to ethyldene a

and furfuralacetone were sepd &
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USSR/Chemistry - Organophosphorus Mar 52
Compounds

"The Addition of Dialkylphosphorous Acids to Une
saturated Compounds. IV. Addition of' Dialkylphon-
phonic Acids to Unsaturated Aldehydes; New Mathod
of Bynthesizing Unsaturated of-llydroxyphosphonic Eo-
ters,” A. N. Pudovik, Yu. P. gitayev, Lub of Org
Chem of Kazan Aftiliate, Acad 8cl USSR, and Kazan
State U

“Zbur Obshch Khim" Vol XXII, No 3, pp WG7-W73

Dialkylphosphorous acids in presence of alcoholates
of alkali metsale will add to o, f -unsatd aldsehyden
at the carbonyl group, forming esters of unsatd

2091k

= Ur gALOPROBPROTUS
Compounds (Contd)

i }

o(-hydroxyphosphonic acids. The products of eddn
of dialkylphosphorous acids to acrolein, cinnamic
aldehyde, crotonic aldehyde, furyl acrolein, and
hexndiene-2,4-21-1 were sepd and described,
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USBR/Chemistry - Organophosphorus Mar 52
Compounds

"The Addition of Dialkylphosphorous Acids to Un~ _,
saturated Compounds. V. The Addition of Dimlkylphoe-
phorous Acids to Methylacrylate, Vinyl Acetate, and
¥inyl Butyl Ether," A. N. Pudovik, Chem Innt imeni
Aead A. Ye. Arbuzov, Kazan Affiliate, Aced Bei USSR

"Zhur Obshch Khim" Vol XXII, No 3, pp W73-W77 |

Dialkylphosphorous acids will add to methyl sory-
late and vinyl acetate, in the presence of alesohol-
aten of alkali metals, to form the corresponding
methyl esters of p -dialkylphosphonopropionic acid

209743

UBSR/Chemistry - Organophosphorus Mar 52
Compounds (Contd)

and § -dialkylphosphonoethyl acetates. Dialkyl-
phosphorous acids will!not add to vinyl butyl ether
in the presence of alcoholates of alkali metals and
phosphoric acid.

4
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. i The addiilon of dialkyl phiosphites o unsaturated com-
_-pounds. II. New synthesls of x-0x0 hosphonic esters,
" ‘A. N. Pudovik.” J. Gen. Chem. U.S.S.K. 22, 02) B2 &
pt 3 W), See C.d. 47, 2586f. IV. The addi-L

‘tlon of diatkyl phosphites to

Chemical Avst.
Vol. 43 Noo 5 : : urated y(ailrdnhydle‘s. hl\'a:v L
" Mar. 10, 1954 el o " method of synthesis of un-atuinted c-hydrosy p osg onic FR%
' e oo ‘esters, A, N, Prdovil and Yu. P, Kitaev,  faid, 531-5.— i~
. Organic c‘hamist.ry* Do .. . e vi an'_“n 'u;( i

e, #1d vingl butylle
—rg c-ltl- 47 ’:

I ‘ether. A. N. Pudevil.
’ 9887k, V1. The addition of 5 tes to sthy
esters of cinnamic and crotonic acids. 1750 ey

]

C.A. 47, 48365. VIL. Addition of dialkyl phosphites &

a,8-tnsaturated ketones of the aliphatic sa?{eni‘ Ilib' .

ot

K

141519, See C.A. 47, 48378,
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USSR/Chemistry-Methexychlerchexenes

"The Additicn ¢f d-Halcson Ethers cf the CHBCHCl - 0 - P Type tc Butadiere," Lat. of Cra.
Chem, Kazan' State U.

Zh-r Obshch Khim, Vel 22, Ne 5, pp 773-781

Chlorcethylmethyl ether (I), chicrcethylethyl ether, and  chlercethyliugyl ether were
added tc butadiene. and the ccrrespending 1,2, and 1,L additicn precducts were isclated and
studied. Catalytic iscmerizaticn cf methcxychlorchexenes in the presence ci zinc chloride
was studied. In the state cf equilibrium, 90-93 % 2-methoxy-é—chlorchcxe;e—h and 7-10%
2-methoxy-li-chlorohexene-5 were feund to be presnet. The type f additicn of (I) tc
butadiene was detd. Frem 65 to 70% of the ether is added at the 1,2 pcsiticns, and 25-35%
at the 1,h positicns, In the authcr's cpinion, the addn ¢f halcgene ethers and cther
halogen derivs tc butadi.ne rrcceeds net ionically but ionomolecularly.

263 T27
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dmmw\owmswmaé - Organophosphorus Jul 52
Compounds ’

e Addition of Dialkylphosphorous Acids to Un-
saturated noawoﬁu&m.ﬁ... Addition of Dielkyl-
phosphorous Acids to BEthyl, Esters of Cinnamic
end Crotonic Acids,”A. N. Pudovik, Chem Inst
imeni A. Ye. Arbuzov, Kazan Affiliate, Acad Sci

USSR
“gyur Obshch Khim" Vol 22, No T, PP 1143-1147 ;
Dialkylphosphorous acids, in the presence of

sicoholates of alkali metals, readlly add to
esters .of cinnamic and crotonic acids with the

229137
formation of esters of podaialiylphiosphore- N ., i} _
$-phenylpropionic mn@,‘lm.“_.m.gwuvom@wouodﬁdﬁpo |

acids, resp. The sapon o%dﬁmpmimu H,mmswwmQHHp«
+he formation of \m‘mﬁo%douo.. \.uvmuﬁ.m.nowpoao m.ua./

P -phosphonobutyric aclds. ,

Q29737
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9 Monthly List of Russian Accessions.
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Allyl rearrangements. XYL Fag‘nn'mnﬂf_as_illL:iand
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USSR /Chemistry - Organomagnesium Com- Sep 52
pounds

"A1lyl Rearrangements. XVII. The Reeactions

Between Orgapomagnesium Compounds and Isomeric

Methoxychlorpentenes ," A. N. pudovik, V. I.

Nikitina, Lab of Org Chem, Kazan' State U

imeni V. I. 1 'yanov-Lenin

Y7ar Obsheh Khim," Vol 22, No 9, PP 1553-1559

The reactions petween isomeric amﬁwoquwD.,.uﬂol
pentenes end benzyl magnesiun chloride (TI)
ethyl Mg bromide ( I1)s and butyl Mg bromide (IIT)

were studiezd. When (1) reacts with {gomeric
232722

mixts of isomeric me-
identical compn are
oceeds by an ionic

pethoxychioropentenes,

thoxybenzvlpentenes of

formed. This reaction pr
mechanis=. As a result of the action of (II)and

OHHV on isomeric methoxychloropentenes, mixts
of the corresponding H..Bmﬁwox%..mumurawwmudmbm-w
and TsmQox«-_m&m,nm-amgoémwawoa.ﬂ.m&mum-u.4
compds are formed. The latter product 2180
forms es a result of the direct action of mag-
nesium oo isomeric mmddox%naouoﬁ.mbﬁmﬁwma
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XVITI. The Reactions
and Salis of
v. Zoti-

ments .
hloropentenes
v A, N. Pudovik, S

"pA11lyl Rearrange
petween Methoxyc

“w Xanthogenic Acid,
,W . kove., Kazan' state U tmeni v. 1. dw.wm.aoa?bmb»u
ngpur Obshch Khin" Vol 22, Wo 9, PP 1559-1562

Reactions betwe ric %dwoaoﬁ.onomﬁb&mu
pams and sodium ethyl- and dﬁd%ga:ommuﬁamm

were studied. H::ﬁaﬁox%-m-ovwoaowoawmum
acts with sodium ethyl- and dﬁﬁﬁ\xmbdrommbw&o

en lsome

CIA-RDP86-00513R001343520019-3

methoxypentenyl egters of ethyl- apd butylxantho-
genic acids, resP- As & result of the action of
tes of sodium on 1~

and dﬂdzwumbagmmsw
ntene-k, dimethoxypente

ethyl-
um.wwouQ‘w-05H0Howm
phene forms. The reaction pro

allyl Hmwﬂwpummambd.
ntenyl thiophene is H:.‘QwOmm@..

of dimethoxype
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Altylle raarrangemcents. XVIL. Renctlon  hetween
ds and isomeric methoxychloto-

! ikiting . e

organomagnesium cgmﬁoun
penfenes and % [E:E Lifind. 1. Gen,
2-1505-0( 1992 N ENEL Tramalatios )

Chem. (U.SSRY2

See Cule 47, sea%e. XV Reactions of isomeric

mc(hoxydzlompentnnes with salts of yanthic acids. AN

Pudovik and S. v - Zotikova. Ibid. 1601-2.-See €1
1. L. H. T

47, 8033c.
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UBBI/Chemintry - Organophosphoruy - Nov 42
cg@o:aaa

"The Additlon of Dialkylphosphorous Aclds Lo Une
saturn heod Compoundn:  VIIT. The Addition of Di-
alkylphosphorous Aetids to Ethylidene- and Ben-

tylidena-Malonlo nnd Acetoucatlc Enters," A, N.,
Pudovilk, ¢hem Tnnt im Acnd A, Yg. Arbugzov, Kanan
AffLldnte Acud el c:::.

(P19}

"Zhur Ohshel Khim® Vol 22, No 11, pp 20l77-2082
Tt wan ademonntrnbed that
acldn, trn thy pramcnee of
metaly, are quile

dinlkyIphosphorouns
uleoholutes of allnli
rendlly added to ethylidens~

236139

and banzy!{dene-malonic and -tectoacetic egters,

he corre.
aponding ﬁquh:ewkevsoc%:o:ov -ethylmalonate,

X< :aa»:rxwpﬁzo=ﬁ:o:ov amnswﬁmnodoaGOennm~ phenyl.~
m»ﬂyxzﬁtxcav:o:csamc:wwsawo:mno~ and phenyldinl-
w%vu:azﬁ?@:G-Sgeswﬁmcmnoﬂomamnm.

forming {(with yields of 65% to B%) ¢
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USBR/Chemistry - Organophouphorus Nov 52
Compounds

“Phe Addition of Dinlkylphosphorous Acldn to Un=
eaturated Compounds: IX. The Action of Sodium
Diethylphosphite on ALLly) Bromide and Tsomaric
Chlorobutenes,” A. N. pudovik and M, M, Frolovs,
Chem Inst im Acad A. Ye. Arbuzov, Knzan' Af££111-

ate Acad Sci U3EBR

"ghur Obshch Khim” Vol 22, No 11, pp 2052-2058
The reactions betwcen allyl bromide or igomeric
chlorobutenes and sodium diethylphosphite (I)
were gtudisd. It was shown that the presence of

2308040

an excess of m»m«ﬁ%quOuwsowwﬁm.umwm:mmmedmmmmmm;.
materially affected the course of these reactions,
and waﬁcbwww,mdﬁmmamm the reaction abt the atage of
substitution, with the formntion of allylphos-
phonic ester (11) and 1 -dialkylphosphonobutene~2
(111). In the absence of free diethylphosphorous
acid in the reasction medium, and in the presence
only of the min quantity of benzene necessary for
dissolving I, the addn of I took place at the
double bond of II with the formation of di-dialkyl-
phosphonic derivatives. The reaction between I
and wuoSHoﬁo|d:rmso|m proceeded with full allyl
regrouping. BY direct expts in the presence of
sodium ethylate, the addn of diethylphosphorous
acid to II and IIT was demonstrated.
238rko
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) Abhanrs
utirder siiniler conditicns, gave 5.85 5. (L0 () CH( CH,-
(W% 7, aql 14510, dyy 11474, Addn.
of 1£t0) HMT e oo Land 6.7 g, CHL: CMeCO.Me
while heating oo+ ceann iath resulted in 7.69 g O
COYCTICCH 08 Mo 00, 30300
don 1 LT Whe al, ke g wits grivdually
sedededd $e o PROCHD CHICOSE and 7 & I no hear evolution
. IR ; kept 5 hies. ona steam bath and
Ty Q80 vigy S PEOYCHOCH PR CHL Con ity

: P T AT VAT R ) T, Similarle S g 1
D as- 5 el M e sabeaie treaed with 2wl BEGONa-FLOT
. ol e bath gave 1.7 g (f2rri -
Moy CHCO M COEL, by 178250, nyy
s LTS Addin, StONU-EOIHD o A6 gl
SO AC and 0 gL f gave o vizaraus reaetion and after
Deief heati sl
{(CHPLCH

Lpﬂ,%drnw cgl/)'n( of; :l_

wise) gave 1.3 g E
hexenale, sz 158 3 14400, P19, which resinifierd on
standing.  Stirring 33 g. T with 3.4 g- Na iu 150 ml. Et,0
L5 hes., addn. of 24 g, BuBir and refluxing 2.5 hrs., followed

.1/ Addition of plicaphonancetic ester and its homo‘l)gs {o by coagulation of pptd. NuBr by heating with some ac- ¢
" unsaturated eleETTOPNITT TEAEEIE {. Pitdovik Yud N. tivated C, anil filtration resulted in isolation of 21.2 g.
A Fehedeval Kazan State Univ sy nr. Obshchei Khim. (EOL(NCH B COE (I, |, 124-6°, r3® 1.4360, dz
22, SN T9527. (Lo R JCHLCO:Et (1) is capable of LO40B.  This (6 ¢.) and 1.5 g. I treated with ice cooling
widing 1o stronglv electrophilic unsatd, compds. in the with 4 drops EtON2-ELOH; after 0.5 br. at room temp. the
-mresence of EtONa (C.d4. 45, 28564). Homologs of the wixt. was distd. viclding & g. { £10 % P(0) CBu( CHCIECN -
ihosphononcetate react similarly.  Thus, 7.5 g. [ and 3.45 COEL, by 1S6-7 232 1.4500, day 1.054 S g. (10nP-
o CH::CHCN (ID) in 20 mil. abs. EtOH were treated drop- (OXCHAMeCOLE II, under =
ise with satd. =ofn. of EtONa in abs. EtOH with cooling ebtai 3 ( D CRI CTLCL L
fthe reaction is verv exathermic); after the completion of 7587 t
the reaetion the mixt. viclded a little unrercterd I.25g.
CEHVSIOVCH CILCHECNYCOSEL (TID), by 186-6°, nis
LA, (e (IG5, and 3 g, (EtO%P(OYC{CH,CHLCN -
COLEL TV, by, 230-1°, 22 14580, i 1.1307.  Addn. of 10
drops EIONa-EtOH to 10.4 g. I and 4 g. CH:: CHCO:Me,
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PUDOYIK, 4. 1.

Y]

e

S ——
. 32]8_ng1 }?bSté _ useatursted " G‘:"::: Ovlt;r T homololsg-btg )
d 0. . . . U .%.i{sg’ gim\( m)—-. —
May 10, 1954 (Engl. trandlot ation).—See C.A. 48, 564k, H.L.H.
i

Organic Chemistry - ’
. . . . /",‘ '\
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Acetic Acid

Addition of phosphonoacetic ester and its homolo
gs to unsaturated elect
reagents, Zhur, ob, khim, 22, no. 12, 1952, ectrophilic

Monthly List of Russian Accessions, Library of Congress
s h 7
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USSR/Chemistry - Organophosphorus

"Addition of Dialkylphosphorous

Method of Synthesizing Esters of
Acids," A, N, Pudovik, Chem Inst
Kazan Affiliate, Acad Sci USSR

"Dok Ak Nauk SSSR" Vol IXXXIII, No 6

> pp 865-868

"Dok Ak Nauk SSSR"

nuom &mEHuwomvnouocm acids to un-
satd electrophilic oosunm.aumﬂound»ou wnonaanm

22316

Compounds, 21 ‘Apr 52

*@8ily, even at room temp,

amino . pPhenylmethyl phospho
iddn products of dialkylphosphorous acids to o-, m-
and p-benzaltoluidines > benzalanisidipe benzal-4-nap-

thylamine ang .:.-&smagwma»uowounwpwu»Enm were prepd
ipalogously and were algo obtained in fairly high
yields.

supplying esters of phenyl-

nic acids ip a high yield. .
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‘react through the b

e L RO

.cwmx\dwoswmﬁuw - onmwnouro-uuoncn.corn
pounds

"Dok Ak Nauk sssgp"
A, Ye,

» eyclic esters o
of wwunawowosmdwwwusom
mpw%wvsomnwosun acids,

(1)

T phosphonic acid
phonic gecig

,wmdov50muuonpo esters

» esters

22576

» esters of alkoxy-

and cthers.

Arbuzov algo
vUOmvwowocm a

cld esters wi

o mumwwwwﬁwOmv50HOSm

introduceqd ‘the Teaction of
ing ¢
clarify the mech

th hydrogen zmHHmmm~ lead~
acids. Thig work gee

ks to
anism of the Arbuzov Hmosmuunmduon.
The eddn or 4 g Hal or H Hal mo1 to a phosphorous
acld eszter

> 88 Indicateq by the 1ionic formule
(RO)3p*R Hal- eaction which cap
Proceed throug s Or intramol mechan-
ism, mmvmsm»sm of the radica] R and
the conditions « Exptl datg obtained ip
this instance g :

h a monomol, bimol

how that Becondary allyl radicals in
Awovwm+w.‘ 8 pos ion formeq by the reactiop of allyl
8lcs with wopuu react with o1 through the monomol
mechani

Sm, whereas primary ally
imol mechanism,

22576
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PUDOVIK, A.N,

RT-114 (New method of synthesis of esters of phosphonocarboxylic acids and their deriva-
t_i‘v_e‘s,)_'.' Novyi metod sinteza efirov fosfonkarbonovykh kislot i ikh proisvodnykh.

Doklady Akedemii Nouk SSSR, 85(2): 349-352, 1952.

7;4/1/544?”/é4/ Qv4/e #BLE lu-.17767l 23 Sep 53
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i AT g e

o PUDOVIK, A, N, !

A, N, PUDOVIK and N. P. DENISOVA (Kazan State University)

"Synthesis and Properties of Vinylphosphoric Esters, III, Synthesis of Ethoxy and
Butoxyvinylphosphonic Esters" Sbornik Statei po Obshchei Khim 1, 383-92 (1953)

This article is of possible significance for the reason that several new compounds are
described, although it is impossible to determine by a perusal of the article whether
any of the new compounds described therein are unusually toxic, because they represent
a comparitively new variation of structure.

W g > 8550, 7}-1? /954y - DIjE—:S’L aué.//eé/.b
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PUDCVIK, A. N. and PLAKATINA, N. I.

"pddition of Dialkyl Phosphorous Acids to Unsaturated Cormpounds. X. Addition
of Dialkylphosphorous Acids to Unsaturated Nitriles," CSbornik Statey po Obshchey
Fiim Yo 2, pp 831-6, 1953

Summary in B-76295
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Senthosiz and preosrbi vinyl: hcspirnate. Part 2. Reaction cf phosptczthylation,
Synthusic presarbiac inyl: ien cf ' )
A35i+lon nf m=leoni vancacetic and acetoacetic esiers and their homologs to vinylphosgp

ronzte. Zrur. ©Or. khim., 23 No. 2, 1953.

Monthly List of Russian Accessions, Library of Congress, June 1953, Unclassified.
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JReecﬁnn of ndditlon md condensallon bt phosphononcu- )
e tone and phmghonoacegc ester. AL N: %&ovnk and N. M
uzov Ghem. ) Uaﬂaay :

‘Lebedeva (
Akad. Nau 5'33 R 90, 7‘7‘.'):85"‘] IQaSS;:cf;:l-‘iszu and-’
Michalski, - Rocsniki’ ‘Chem. 26, - 203(1952).—Addn. of.
Ju:Cl:{‘I’O(OR): or ElO.CCH.gPO(OR); to unsatd. ketones; -
esters and nitriles was performed by addi, of RON: a-ROH - :
catalyst followed by heating for several hrs. ona steam bath.”
Substitutions at the 9nd-C atom of the olefinic link reduce
reactivity so much that’ mesity! oxide failed to react even
after 5 hrs. -at'150-200°." On the other hund. CHa:CHCN .
reacts vigorously. . Thus were obtaisied t.he follomng csters:-
0% (ElO),P(O)CHAcCH:ClI;CO:Me, . 2°, .n3 -
1.4488, ds 1.1347; 57. 4% combuled yield of (EtO):P(O)—
CHALCH;CH;CN by 157°;- 1.4487,.1,1100, (BiO)-
P(U)CA&(CH:CH:CN):. l:; 204—7° 14563 1.1125- ATY%
(EIO),P(D)CHECO;EI) CHiAc, by 164-5° 4504, -
) 55% EIO):P(O)CH(CO:EI)CHPrCH;AC, bg 180"
71" -1, 80 0690; ~-49% ( )xP(O)CH(CO;El)CHPk
- 20‘.'!" 1.5035,-1. 1186 (nt 40"), %( OQP:
(O)CH( [ OgEl)Cfl'(CO Et)CH, = 188°, - 1.447!
1.1520; ¢ O)xP(O)CH((:O:El)CHgCHMCCOxBM,
'168-70°, 14428 1.0854,  Heating for severul hrs, at 160~
70° o mixt. of BzH, ElO;LCHgPO(OEt)z ‘and” AcyQ give!
37-40% PhCH: C(CO;EJ)P(O)(OM), 1849, n10 1.5179, 1.
which hydxolywd mth HCl 1 the” bcnsyixdmepha:phonw
acni m. 1'52 2% M 3"@1&92_.‘ Gl e

e L TS s R e . o E
e o

T AT

PSP e o s = A 1E :
R TR e e e S e it e S
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PUEG‘IIh, i L

nm—f

6%
2h .
% "C”(NHCJﬁMe-p;PkPS §
eaction of (EtO,PSH “and -
CJ’.NI!CHI’I:P(S)-YA

é E‘LD
.“3

)’ P
/ )n {position on C«l 14
. ),.mt. 136i5%%.78.99, PkaICHPkI’(S)(OBn)g
x ItOCJfN”CHPﬁ S)( ;8
'P-A‘fex CoHyCH{NHPA P( OB
CHIG GHMem)P(SKO g
*.lfeCc T CITUNHFPR)
HNHCITPAP(
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PUDOVIE, A N,o MURATOVA, A.A.

Effect of the nature and structure of solvents on the rate of

combination of lithium with naphthalene, acenaphthene and

phenanthrens. Uch. zap. Kaz, un, 113 no.8:7-18 '53. (MLRA 10:5)
(Lithium) (HBydrocarbons) (Solvents)
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BSR/ Chemistry  Synthesis
Card : 1/1 Pub, 4O - 10/27'
Authors ] Pt.dovik A. N., and Yamkhametova y D, ICh

Title g New method of synthesizing phosphinio and thiophoaphinio acid esters, - -
Part 16,- Synthesis of mono-, diphosphon- and thiophosphonearboxylic
acid esters

Periodical Izv, AN SSSR, Otd. khim, nauk L, 636 - 645, July - . August 195k

Abstract The synthesis and physico-chemical pcroperties of mono-, diphosphon- .
and thiophosphoncarboxylid acid esters are described, The physical
constants and ylelda of the synthesized esters, are tabulated The '
hitherto unknown thiophosphoncarboxylic acid esters 5.in pure.form, were’
synthesized by mixing dialkylthiophosphorous acid, carboxylic acid
esters and alcohol alcoholates with identical rad:l.cals in the alkoxy
and carboxy groups, Eight USSR references (1952), Tables, )

 Institution ¢ Acad, of Sc. USSR, Kazan Branch The A, E, Arbuzov Chemical Institute - )

Submitted ¢ April 1, 1953

ABSTBHeT ¥ B-tv o/t 15" Moy H#E3
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FRoevin AN

Subject : USSR/Chemistry

AID P - 1112

card 1/1 Pub. 119 - 2/7
Author : Pudovik, A. N. (Kazan')

New method for synthesizing esters of phosphonic and
thiophosphonic acids

Usp. khim., 23, no. 5, 547-580, 1954

Abstract : A brief review of the existing methods for the synthesis
of esters of phosphonic acids is given. A new method which
consists in the addition of dialkylphosphorous and dialkyl-
thiophosphorcus acids and acid esters of alkyl- and aryl-
phosphinic acids to unsaturated compounds 1s described.
Twenty tables, 95 references (62 Russian: 1905-1953).

Institution : None

Submitted ¢+ No date
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B PUDOoOVIN, /W
USER/Chemistry - Reaction processes

Gard 1/1 Pub. 151 - 23/38

Authors :

- Title :

Periodical

~ kbstract g

) Insiitution H

Submitted

Pudovik, A, N., 2nd Kovyrzine,>K. A.i,

Reaction of alkyl halides ard allyl bromide with dibuﬁylthidsodium phosphi&é,;.f

Zhur. ob. khim. 24/2, 307-311, Feb 1954

The reaction between alkyl halides and dibutylthiosodium phosphide was inve
tigated. The vroducts obtained from above reaction and their properties.-are .
described. Disnlacement and the addition of the dibutylthio phosphide, accord-
ing to the double bond of allylthiophosphinic esster, was observed during the - -,
reaction of dibutylthiosodium phosphide with allyl bromide, The two low--and "
high-boiling reaction products obtained and thiir chemical formulas are de--

seribed. Five USSR references (1949-1953).

State University, Kazan

September 17, 1953
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“Action of 1lkyl halldc..
tlilephosphite.
Gen: Cliem., U.S.

9
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vssRLhemistry
Card s

Authors : Pudov1k, A, N., Sabirova, B D., and Tener, T, A.

Title s New method of synthesiz1ng esters of phosphinic and thiophosphln.c acids‘
Part 37~ Addition of esters of ethylphosphinous, dialkylphosphorous and :
dialkylthiophosphous acids to unsaturated compounds.

Periodical Zhur. Ob. Khim., 24, Ed. 6, 1026 ~ 1033, June 1954

Abstract Experiments showed that esters of'ohosnhinous acids, attach themselves fJA

to unsaturated ketones, in the nresence of alcoholates of alkali ‘metali - :
The addition of ethyl and butyl ethers of sthyl phosphinous acid to ethy-: -:
lidine acetone, benzylidene acetone, benzylidenemethyl-ethylketone, mes- . -
ityl oxide and 3-methylheptene-3-one-5 was proven experimentally. . Numer-
ous new keto-phosphinic esters were obtained, through the addition of di-"r
ethylphosphorous, diethylthiophosphorous and -dibutylphosphorous acids to -
heptene-3-one-2, l—phenylpentene-l-one—B and 3—methylheptene-3-one-5

Nine references, Tables, ‘

Institution : State University, Kazan

Submitted : January 7, 1954

APPROVED FOR RELEASE: 06/15/2000 CIA-RDP86-00513R001343520019-3"



"APPROVED FOR RELEASE: 06/15/2000

CIA-RDP86-00513R001343520019-3

L New method of SYﬂthesiLnLﬁt:n-of hos hon!ran“a'*—l

~thiophosphonic acid. XVIH.".Addition of dialkylthiophos— H
phorus acids to the ylidene derivatives bf malonic and ueto-c

: uceticesgz? AN Pudovik and L. I Sidnikhina, - J, Gen. -

mmnon)_,_:‘" - ¥
P mﬁ«

[,_§ee 4. 49, 94
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USSR/ Chemistry cynthesis methods
1

Card s 1/1 pub, 151 - 19/35
Authors + Pudovik, A, M., and Sidnikhina, L. I.
Title s Hew method, for the synthesis.-of phosphinic and thiophosphinic acid esters

rart 10, -Addition of diallylthicphosphorous acids t6 idene-derivatives 7
of malonic and acetoacetic esters o : o ST R
Periodical § rhur, Cb. Khim, 2k, Ed. 7, 1193 - 1198, July 195L

benzylidenemalonic, isopropylidenemalonic and éthylidéneacetoacetic'éSté#s;j“
is analyzed, The addition.products cbtained and their chemical R
properties are described, Table, showing the chemical formulas, boiling.
points and yield of the addition products, is included, Wine USSR
references. S v :

Abstract + The addition of dialkylthiophosphorous acids to ethylidenemalonic, o

Institntion : The V. I. Ulyanov-Lenmin State University, Kazan

Submitted : January 22, 195k
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. Synthesxs el esten of hnsphonlc nnu tmoyhosplmmr
’ ncxd.. Xix Yiition. of diulkyl phesphites.and esters of
( \ pbuspllanou.. aud to uusainrated nitriles and to- vxnylphoa~
* " phonis ester, AL N. Pudovdr d I G, Polozpova (Razan

at ate Univ,) Khim, 3 713-83; €5,

. itent, U5¢R 25; ?45—&(!9.:.)\(1301;1. troans! .ntlun), of..

. 48, 2573z; 49,2 lUdl —Adda: of RONa witk cooling fo an’
-.quunol.xr miat. of (RO}WPOH or (RO),PSH and the deau'crl
ursatd, corpd., followe by heating 0.5 br. ont a steamn Liath
resuited in the formatxon of the folloming estess (yield, b p '
nif. du gwen\. (ch()):PSCH:CH-CAV 59Y%, bu 143~
1.4860, 1.1895; (EIO zPSCH CH:CN, 74%.,- b1 '3-}—0
14772, 1.1095; (BaO):PSCHLCH.CN, 68¢%, bs 167°,
L7, 16366 (i50-Bu) PSCH:CELUN, m%,. buy 1747

.a{ul 4v.l (E‘O)}PS’Y]gCH‘)(CCN 50/0, bie- 145—6
'1730, (is3-BuQ). PSCHyCHAMCN, . 59%, ba
1£9-9. ’°, 1 4b78 1.0075; . (RIOLPSGHMeCH;CN, 5%,
by 124-5°, 14/.:0 '1.0840; (BuO),PSCHmCH,CV 82%, -
bn 176-7°, 1.4698,-1,0208; "~ (i50-Bt0);,PSCHAle CH:CN,

© 5%, hu148-55 14663 V.01 (EIONPSCH, CHP(0F . -

Ch, 66%, bu 163°. 14038, 1 13887-{ BuORPSCH:CHL P -
OKOELY; 67%, by 209 14010, X()ul.i. Similar mu:klou d
g R['(O)(H)OI*!.mvu'- Ell‘(DLJ)(O)(Il;C}LCN 879, .
bz, 173-1.5°, 1.4527, - 1.0M; - BL(08y) ()g(,”,bl{;h\t
5%, by 192° s 1. ‘:5"1 1.0291. PhF(OAJ O}CH,CHLCN,
l!i% Iy 102-3°, 52'5 1.1478; - EtP(OENO)CHL.CHATe CN .

by 1‘&3~5’ 1.4470, 1.0048; FJP'OEI)(O)CH.V:-
C'II:CN 68%, bz "156-0.5°, 1.4550; lOa“?" ELP;OEI)(O)—
CI!:(.‘I[,P(O,\CEJH, 59,0, b4 1257, 1.481u, L1285, .-
SR G M kmelam!].
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PUDOVIE, A.H.; POLOZNOVA, N.G.

e AT TN T LR T
Hew method for the synthesis of esters of phosphinic and thiophosphinic
acids. Part 19, Addition of dialkylthiophosphorous acids and phosphinous
acid essers to unsatursated nitriles and to vinylphosphinic acid ester.
Zhur.od.khim. 25 no.4:778-783 Ap '55. (MLBA 8:7)

1, Kazanskiy Gosudarstvennyy universitet. {Phosphorus acids)
(Witriles)

e
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IV Now method of synthesis of caters of phosphionic aad "~}
« thiophosphonlc acids. . XX. - A "of Incomplete esters T
of acids of phosphorus to esters of isocyanic acid.: M'
____%. and: A: V.. netsova’( - Unjvil (e :
“ o Obshekel. Khims. - 25, : 1 2(1055); - ol -C. A%, LT
- 'g788i; 50, 2417¢.~Bquimolar mixts, of RNCQ with (RO} :
, POH, (RO}PSH, or (ROLPS:H were heated ona stean bath - o
2040 min. with-or ‘withotut addn. of ‘dfy.RONa.  There- -
3 sulting udducts weredistd: or crystd,  MeNCOreacts slowly
.- ~without the catals st,.but with RONa thie reaction is rapid -
,and eriergetic; -PhINCO is maore renctive and reacts. with - P
1 (McO)PSH without catulyst; - Good yields atid sufficiently - .~
- pure producls were abtained only from the di-Me esters of .
“Pacids. - The reaction probably occurs by preliminary addu. - o
of the P atom to the C of the NCQ group. “The folfowing. - .~
.usters are; reported (b.p.; m.pe, nls da, yicld 95, given)i - - -
MzNHCOP%O%OMc):’. by 135-7°, =, 1.4585, 1.2029, a5%:

MeNHCOP(OXOE,, by 142°;, —, -1.4526,71.1800,. 60%; - -+

- AeNHCOPLOXOB#), by 182-3°, —, 1.4448, 1.0591, 40%;

MeNTTCOPLONOCHCH Mer)s, be 162°, mi. 3040%, — — -

53%;: MeNHCOP(SKOMch, by 144-5% —, 1.5118,1.2873, - [

5402 MeNHCOP(S)OEth, by 1397, m. 36-7°, —, —,. . L :
“55%: MeNHCOP(SXOBu), by 172-3°, —, 1.4838, 1082, - ,
375, PRNHCOP(OXOMch, —, m. 183°, —, —= 05%;. - U

Py NHCOP(SXOMe), —, m. 107-8°, —, — 67%: Pk-

03 :

NHCOSP(SXOMe) —, m. 03°, —, ==, 06%; PhNH- oo
COSP(SXOEt, —, m. 56°, —, —., 82%%.- Reaction of 12 . g
g. (McO):P with.7 g. PhNHCOC! gave MeCl and 10 g. h

PLNHCOP(OXOMc)k, m. 102-3°, ‘ideistical with the above . 7
described specimen, .thus coufirming the naturc of the re- . R A3
‘action. The above compds. showed but a-very ‘weak tox-
“jeity against the barn weevil,. AlsoinJ. Gen. Chem.U.S.S.R.. :
.25, 1317-19(1055)( Eugl. transkation).. . G- M. Kosvlapofi - :

" .

APPROVED FOR RELEASE: 06/15/2000 CIA-RDP86-00513R001343520019-3"



"APPROVED FOR RELEASE 06/15/2000 CIA-RDP86-00513R001343520019-3

*f'éfc’}c} //\ /'7, ff.,fff_..j:

.-s.u>--.- (3

denlhesls o%%~ L
_wmphosphom “acids to QL ophosphi e 5 and dialky] ]

% Gen:- Chem. U.Skmd5rTIT3-18]
g ‘wn)w& B

APPROVED FOR RELEASE: 06/15/2000 CIA-RDP86-00513R001343520019-3"



